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FOREWORD 


The members of the American Institute of Mining and Metallurgical Engineers 
interested in physical metallurgy or in the structure and properties of nonferrous 
alloys have every reason to be proud of the 1944 volume of the TRANSACTIONS 
recording the proceedings of the Institute of Metals Division. It is safe to say that 
nearly all of the members of our Division are in one way or another subject to the. 
great pressure connected with the extremely high production of nonferrous metals 
for war purposes, but despite this, the current volume is outstanding, not only 
in the high quality of the papers, but also in the number of papers and in the diversi- 
fied fields they cover. 

Considering the fact that this volume contains no papers on nonferrous smelting 
and refining, it is the largest in years, and it is fitting that I take this opportunity 
to express my appreciation here for the splendid work done by the Division’s 
Programs Committee, under the chairmanship of E. A. Anderson, and the Division’s 
Publications Committee, under the chairmanship of E. E. Schumacher, in arranging 
the program for the Annual Meeting in New York City and the Fall Meeting in 
Chicago, and in maintaining the high quality that is always associated with the 
papers of our group. : 

In addition to the usual quota of reports of research on copper and copper-rich 
alloys and six other interesting papers on structure and properties, the volume 
includes five papers on what might be termed pure physical metallurgy, of which 
two are important contributions to our knowledge of the electron microscope. 
Special attention is also directed to this year’s Institute of Metals Division lecture, 
on “‘Some Problems in Organizing Industrial Research,’”’ by W. M. Peirce. This is 
a broad discussion of research as organized and carried out by a large metal producer 
and can be read with much profit by all metallurgists and executives in the metal- 
producing and metal-using industries. 

The volume also contains a number Of papers on diffusion—the first of a series 
of comprehensive symposia. Although a paper prepared especially for a symposium 
cannot usually be called a report of research, such papers are a relatively broad 
survey of a particular field and the Division’s Publications Committee in considering 
this symposium felt that it should be included in this volume. There is a large 
segment of the membership of our Division that is interested primarily in so-called 
“practical” metallurgy and because of this, E. A. Anderson, Chairman of the 
Programs Committee, has outlined a long-term program of symposia, which, it 
is felt, will round out the service our Division gives to its members and to the 
nonferrous industries at large. The symposium included in this volume is only 
the first of a series and the Executive Committee of the Division feels confident 
that it will prove of much interest and of lasting value to a considerable propor- 


tion of our membership. Nak, 
ARTHUR PHILLIPS, Chairman, 


Institute of Metals Division. 
New HAVEN, CONNECTICUT 
August I, 1944. 
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BYLAWS OF THE INSTITUTE OF METALS DIVISION 


(As approved by the Board of Directors September 16, 1937; Art. VII, Sec. 7, approved 
March 17, 1939; Art. V, Secs. 1, 3, and 4, and Art. 7, Sec. 1, approved June 21, 1944) 


ARTICLE I ’ 


NAME AND OBJECT . 


Src. 1. This Division shall be known as the Institute of Metals Division of the American 
Institute of Mining and Metallurgical Engineers. 

Sec. 2. The object of the Division shall be to furnish a medium of cooperation between 
those interested in the metallurgy, fabrication and uses of the nonferrous metals and their 
alloys; to represent the A.I.M.E. in so far as nonferrous metallurgy 1s concerned, within 
the rights given in A.I.M.E. Bylaw XL., Sec. 1, and not inconsistent with the Constitution 
and Bylaws of the A.I.M.E.; to hold meetings for social intercourse and the discussion 
of nonferrous metallurgy; to stimulate the writing, presentation and discussion of papers 
of high quality on nonferrous metallurgy; to reject or accept such papers for presentation 
before meetings of the Division. 


ARTICLE II 


MEMBERS 


Sec. tr. Any member of the A.I.M.E. of any class and in good standing may become 
a member of this Division upon registering in writing a desire to do so, but without addi- 


tional dues. 
Src. 2. Any member not in good standing in the A.I.M.E. shall forfeit his privileges in 


the Division. 
ARTICLE III 


FuNDSs 


Sec. 1. The expenditure of the funds received by the Division shall be authorized by 
the Executive Committee of the Division. 


ARTICLE IV 


MEETINGS 


Src. 1. The Division shall meet at the same time and place as the Annual Meeting of 
the A.I.M.E., and at such other times and places as may be determined by the Executive 
Committee subject to the approval of the Board of Directors of the A.I.M.E. 

Src. 2. The annual business meeting shall be held within a few days before or after 
the annual business meeting of the A.I.M.E. 

SEC. 3. At any meeting of the Division for which notice has been sent to the members 
of the Division through the regular mail at least one month in advance, a business meeting 
may be convened by order of the Executive Committee, and any routine business trans- 
acted not inconsistent with these Bylaws or with the Constitution or Bylaws of the A.I.M.E. 
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Src. 4. For the transaction of business, the presence of a quorum of not less than 25 
members of the Division shall be necessary. 


ARTICLE V 


OFFICERS AND GOVERNMENT 


Src. 1. The officers of the Division shall consist of a Chairman, a Senior Vice-chairman, 
one Vice-chairman, Secretary and Treasurer. The office of Secretary and Treasurer may 
be combined in one person, if desired by the Executive Committee. 

Src. 2. The government of the affairs of the Division shall rest in an Executive Com- 
mittee, in so far as is consistent with the Bylaws of the Division and the Constitution and 
Bylaws of the A.I.M.E. 

Sec. 3. The Executive Committee shall consist of the Chairman, Senior Vice-chairman, 
Vice-chairman, past Chairman, Secretary, and nine members, all of whom shall be nom- 
inated and elected as provided hereafter in Article VII. 

Sec. 4. The Chairman, Senior Vice-chairman and Vice-chairman shall serve for one 
year each, or until their successors are elected. Each member of the Executive Committee 
shall serve three years. The Chairman shall remain a voting member of the Executive 
Committee for one year after his term as Chairman. 

Src. 5. The Treasurer of the Division shall be invited to meet with the Executive 
Committee, but without ex-officio right to vote. He shall be appointed annually by the 
Executive Committee, from the membership of the Executive Committee or otherwise. 

Sec. 6. The annual term of office for officers of the Division shall start at the close of 
the Annual Meeting of the Institute and shall terminate at the close of the next Annual 
Meeting. 


ARTICLE VI 
COMMITTEES 


Sec. 1. There shall be six standing committees as follows: Papers and Programs Com- 
mittee, Finance Committee, Data Sheet Committee, Membership Committee, Annual 
Lecture Committee and Annual Award Committee and such other Committees as the 
Executive Committee may authorize. ° 

Sec. 2. It shall be the duty of the Papers and Programs Committee to secure the presen- 
tation of papers of appropriate character at meetings of the Division and of the A.I.M.E. 

Sec, 3. It shall be the duty of the Finance Committee to inquire into and examine the 
financial condition of the Division and to consider proper means§ of increasing its revenue 
and limiting its expenses. The Finance Committee shall audit the accounts of the Division 
and report to the Executive Committee prior to the Annual Meeting of the Division. It 
shall render a budget to the Executive Committee estimating receipts and expenses for 
the ensuing year so that action can be taken on same at the first meeting following the 
Annual Meeting. 

SEc. 4. It shall be the duty of the Membership Committee to encourage and solicit 
membership in the A.I.M.E. and in the Division in accordance with the Bylaws and Con- 
stitution of the A.I.M.E. 

Sec. 5. It shal] be the duty of the Annual Lecture Committee to arrange for the presen- 
tation at the time of the Annual Meeting of the A.I.M.E. of a lecture on a technical subject 
of particular interest to the Division and the A.I.M.E. as a whole. This lecture is to be 
known as the “Institute of Metals Lecture.” This Committee shall make all arrangements 
financial and otherwise, and render a complete report on same to the Executive Commitee 

Sec. 6. The Chairman of the Division shall, subject to approval of the Executive Gone 
ae appoint the Chairman and new members as required of the Committees referred 
to in Sec. 1. 
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Sec. 7. Appointments on standing committees shall be for terms of three years each with 
approximately one-third of the committee membership being appointed each year. 


ARTICLE VII 
NOMINATIONS AND ELECTIONS OF OFFICERS AND COMMITTEES 


Sec.. 1. Every year the Division shall elect a Chairman, a Senior Vice-chairman, a 
Vice-chairman, a Secretary and three members of the Executive Committee. 

Sec. 2. A Nominating Committee of five members of the Division shall be appointed 
by the Chairman of the Division subject to the approval of the Executive Committee. 

Src. 3. This Committee shall make its report to the Executive Committee not later 
than June 1. 

Sec. 4. Any ten members of the Division may submit nominations for one or more 
offices to the Executive Committee not later than August 15, and the persons so nominated 
shall be included in the official ballot. 

Src. 5. The voting shall be by letter ballot. 

Src. 6. The ballots shall be counted by a committee of tellers appointed by the Executive 
Committee. : 

Src. 7. The Executive Committee shall fill vacancies in any offices of the Division 
occurring for any reason other than the expiration of term of election. 


ARTICLE VIII 
AMENDMENTS 


Src. 1. Proposals to amend these Bylaws shall be made in writing to the Executive 
Committee and signed by at least ten members. They shall be considered by the Executive 
Committee and announced to the members through the columns of Mininc AND METAL- 
LURGY, together with any comments or amendments made by the Executive Committee 
thereon. They shall be voted upon at the annual meeting of the Division in February or 
by letter ballot, as may be directed by the Executive Committee. 
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In 1933, the Institute of Metals Division of the American Institute of Mining and Metallurgi- 
cal Engineers established its annual award of an engraved certificate to the author or authors of 
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TIONS (1931) 93, 78-110. 
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THE INSTITUTE OF METALS LECTURE 


An annual lectureship was established in 1921 by the Institute of Metals Division, which 
has come to be one of the important functions of the Annual Meeting of the Institute. In 1934 the 
¥ Division established the custom of presenting a certificate to each lecturer. 

A number of distinguished men from this country and abroad have served in this lectureship. 
The roll is quoted below: 


1922 
1923 
1924 
fm » 1925 


Colloid Chemistry and Metallurgy. By Wilder D. Bancroft. 

Solid Solution. By Walter Rosenhain. 

The Trend in the Science of Metals. By Zay Jeffries. 

Action of Hot Wall: a Factor of Fundamental Influence on the Rapid Corrosion of Water 
Tubes and Related to the Segregation in Hot Metals. By Carl Benedicks. 


1926 The Relation between Metallurgy and Atomic Structure. By Paul D. Foote. 
_ 1927 Growth of Metallic Crystals. By Cecil H. Desch. 
. 1928 Twinning in Metals. By C. H. Mathewson. 
1929 The Passivity of Metals, and Its Relation to Problems of Corrosion. By Ulick R. Evans. 
_» 1930 Hard Metal Carbides and Cemented Tungsten Carbide. By S. L. Hoyt. 
' 1931 X-ray Determination of Alloy Equilibrium Diagrams. By Arne Westgren. 
' 1932 The Age-hardening of Metals. By Paul D. Merica. 
: 1933 Present-day Problems in Theoretical Metallurgy. By Georg Masing. 
* 1934 Ferromagnetism in Metallic Crystals. By L. W. McKeehan. 
1935 +Gases in Metals. By C. A. Edwards. 
1936 Diffusion in Solid Metals. By Robert F, Mehl. 
‘ 1937 Refractories. By R. S. Hutton. 
1938 The Nature of Metals as Shown by Their Properties under Pressure. By P. W. Bridgman. 


1939 
1940 
1941 
1942 


; 

$ 

a 

~ 1943 
1944 
; 


- The Creep of Metals. By D. Hanson. 


Acceleration of Rate of Corrosion by High Constant Stresses. By Edgar H. Dix, Jr. 

Some Fundamentals of the Flow and Rupture of Metals. By George Sachs. 

Notes on the History, Manufacture, and Properties of Wrought Brass. By Wm. Reuben 
Webster. 

Applications of the Electron Microscope in Metallurgy. By V. K. Zworykin. 

Some Problems in Organizing Industrial Research. By W. M. Peirce. 
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Some Problems in Organizing Industrial Research 


By W. M. Perrce,* MEMBER A.I.M.E. 
(Institute of Metals Division Lecturet) 


COMMENCING in 1922, each year a lecture 
has been presented to the Institute of 


_ Metals Division at this February meeting. 


t 


‘The range of subjects has been very broad. 


' Some speakers have dealt with the most 


advanced work in the very heart of the 
science of physical metallurgy. Others 
have stimulated our imaginations by dis- 
cussing the most recent progress in related 
fields of science. Others have told us of the 
latest art, which is at any moment of 
greater practical importance than the 
latest science, of metals. I feel that this 
broad precedent in the choice of subjects 
will justify my choosing to talk about some 
of the prosaic details of how, during the 
last generation, industry has effectively 
organized research to accelerate progress 
in our own and all other fields of science 
and related art. 

A number of years ago I visited one of 
this country’s well-known research labor- 
atories and had the pleasure of chatting for 
a few minutes with its equally well-known 


_ director. Being particularly interested at 


the time in the organization problems 
connected with industrial research, I 
broached that subject. My host stated in 
effect that he didn’t believe in organized 
research. He was, of course, resorting to a 
rhetorical hyperbole to point out the 
danger of overorganization which can so 
easily drift into regimentation and destroy 
individual initiative. 

Actually nearly all of us, much as we 


* Chief of Research Division, Technical 
Department, The New Jersey Zinc Company 
(of Pa.), Palmerton, Pennsylvania. , 

+ Presented at the New York Meeting, 
February 1944. Twenty-third Annual Lecture. 
Manuscript received at the office of the Insti- 
tute Feb. 15, 1944. Issued as T.P. 1726 in 
METALS TECHNOLOGY, April 1944. 
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cherish our personal freedom of action, 
believe in- organization because the history 
of progress in every field of human activity 
has been a history of men learning to work 
together, to cooperate, to create an effi- 
cient division of labor. We use organiza- 
tion to achieve this coordination. At the 
same time our form of organization must 
not stifle individual initiative or it will 
prove a deterrent rather than an aid to 
accomplishment. Research, too, must be 
organized for greatest achievement but 
especial skill and care are perhaps needed 
to avoid stifling the initiative of the indi- 
vidual workers. 

I have, of course, followed with keen 
interest and much benefit the vast amount 
that has been said and written on this 
subject in the past twenty years but I still 
find new stimulation in discussions with 
my good friends working in this field. It is 
my hope that this discussion may serve a 
like purpose. 

It would be ungracious not to make due 
acknowledgment to the many able con- 
tributors to this particular phase of 
human progress, but their very number and 
the great volume of their writing makes it 
impossible to trace to any one individual 
a particular significant and valuable idea. 
I shall content myself therefore with this 
general acknowledgment and with ac- 
knowledgment of the specific debt that 
every research man owes to those who have 
so ably kept before the public, and in par- 
ticular -before industrial executives, the 
place of research in the modern scheme of 
things. 

Because of the legitimate publicity thus 
given to research, the day is past when any 
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question is raised as to the need for indus- 
trial research and it is commonly accepted 
as a necessary item in the budget of a 
corporation. While twenty years have wit- 
nessed a revolution in general attitude in 
this respect, many problems involved in 
fitting the research department into its 
proper place in the industrial organization 
remain to be clarified and solved. Various, 
and in some cases radically different, 
methods of attack on these unsolved prob- 
lems are-still under trial. It is not to be 
expected that any one system of handling 
research within a corporation will be found 
which is best in every set of circumstances, 
but as we consider the problem of building 
an effective research organization and 
making it part of the company as a whole, 
certain broad simple principles will emerge 
which it would seem foolish to ignore. 


THE PuRPOSE OF INDUSTRIAL RESEARCH 


First, let us examine the purpose which it 
is sought to accomplish when a company 
sets up a research department as a distinct 
entity. I think that in industry we are 
rapidly escaping from the misconception of 
research so clearly pointed out by Willard 
H. Dow, ‘‘Laymen have been trained to 
think that the physicist or the chemist 
dives into nature and comes up with some- 
thing wonderful. That, of course, is not 
true. The best we can do—indeed the only 
thing that is worth doing—is, with infinite 
patience, to work out the laws of nature 
as they apply to this or that tiny section 
of matter and then find a way to direct 
the working of the natural law into a 
channel where it may serve mankind. That 
is why the end of every discovery must 
eventually be a commercial utility.” 

Thus, the purpose behind a real indus- 
trial research department is both to seek 
new knowledge and to apply it. The mere 
application of known facts and principles 
may be excellerit electrical or metal- 
lurgical or mechanical or chemical engi- 
neering but by itself it is not research. It is 


equally true that the search for knowledge 
for its own sake with no attempt to make 
useful application of it is research but it is 
not successful industrial research. 

We all know that there are hundreds of 
so-called research laboratories that are 
merely trouble-shooting organizations to 
assist either the operating department 
with manufacturing problems or the sales 
department with problems of utilization. 
Now these are necessary functions which 
must be performed somewhere in the com- 
pany by very capable personnel. Under 
certain conditions, these functions may be 
best performed by the research depart- 
ment, but, if so, they constitute a valuable 
by-product of research and not research 
itself. Laboratories constituted solely for 
this purpose do not fall within the scope 
of this discussion. 

But while it is easy to find laboratories 
which fail to meet the first criterion of a 
research laboratory, the search for new 
knowledge, you would be hard put to name 
an industrial research laboratory which 
seeks knowledge but makes no effort to 
apply it. This is often called pure 
research. It is rare in industry perhaps not 
so much for lack of financial support as 
because most good research men have an 
urge to see their discoveries put to practical 
use, a point to which I shall return. 

The notion sometimes voiced in the 
twenties that to seek to make research 
profitable constituted a prostitution of the 
scientific spirit has, I think, largely dis- 
appeared. At the same time it has become 
apparent to those in ultimate control of 
industrial research that the greatest 
profit may come in the least expected direc- 
tion and that we must seek knowledge with 
a faith in its ultimate benefit as well. as 
with the hope of solving specific and 
immediate problems. It seems hardly 
necessary to add that no research labora- 
tory can set out to cover the whole field of 
natural science and that the search for 
knowledge for its own sake can be directed 
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‘into those fields on which the broad inter- 
_ ests of a company impinge. Even though 
such research may be given an initial 
direction, it cannot be long pursued with- 
out leading quite far enough afield to 
satisfy the most visionary scientist or the 
most adventurous management. 

_ The first essential to the successful 
» organization of industrial research then, 
is, that the company understand that the 
_ primary function of research is to explore 
for new knowledge in reasonably delimited 
fields within the sphere of company interest 
and to seek practical applications of what- 
ever may be found. They must further 
_tealize that while trouble shooting solves 
problems for other departments, real 
research creates problems—problems of 
raw material procurement, manufacturing 
and sales. Research will not therefore pay 
dividends unless a spirit of research per- 
-yades the whole company and leads to 
the solution of these problems by the de- 
partments involved. 


THE PLACE OF 
THE RESEARCH DEPARTMENT IN 
THE COMPANY ORGANIZATION 


_ As companies have come to a clear 
acceptance of this definition of research, 
_ it has been reflected in the position of the 
_ research department in the organization 
of the company as a whole. Thus, while 
it was logical for trouble-shooting labora- 
_ tories to be part of the operating depart- 
_ ment and for engineering groups engaged 
_ in new design based on old knowledge to be 
part of engineering, it became clear that 
a research department engaged in real 
research should report directly to the presi- 
dent or executive vice president of the 
company. We now find this the usual 
practice with the responsible head of the 
research activities himself a vice president 
in a rapidly increasing number of cases. 

Acceptance of the idea that a research 
_ program must include the exploration of 
new fields without specific objectives in 


view carries with it a second important 
consequence, It is that the research staff 
must assume the initiative in selecting new 
fields for investigation. Naturally proposals 
for major excursions into new territory 
will be reviewed by the executive to whom 
the research department reports. There 
will be a profusion of such propusals-and 
he will aid in selecting those whose poten- 
tial possibilities seem best suited for in- 
tegration with the company’s general 
interests. But the research department 
must be competent to search out suitable 
new fields for fundamental research and 
be willing to shoulder the responsibility 
for investigating them. 

Let me hasten to say that there is no 
intention to imply that ideas for real 
research work will come only from within 
the research department. They will come 
from innumerable sources. Many problems 
presented by the manufacturing depart- 
ment will require long programs of research 
for a satisfactory answer and similarly 
many problems relating to the use of 
company products will lead to real research. 
In the balance of this talk, no distinction 
will be made between problems as to their 
origin, and problems relating to research 
on old processes will be considered as 
subject to the same handling as new process 
research. 


INTERNAL ORGANIZATION 


Having defined the primary function of 
research as the discovery and application 
of new facts, and having sketched briefly its 
position in relation to the company as a 
whole, let us turn to the internal organiza- 
tion of the research department. We find 
that it is common practice to build up 
from units, variously referred to as sections 
or groups each of which is composed of as 
many technically trained investigators and 
their helpers as are needed to handle a 
certain type of problem, provided that 
the number which can be effectively 
directed by one group leader or section 
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chief, is not exceeded. This maximum will 
ordinarily be not over six or eight tech- 
nically trained men: The number of non- 
technical assistants will vary with the 
character of the work. 

One of the virtues of this system hinges 
around and depends on these section chiefs 
who are key men. Their duties and qualifi- 
cations merit careful examination. The 
section chief must, first of all, be a com- 
petent research man in his field and must 
be thoroughly capable of the technical 
supervision of the investigations conducted 
within his group. Second, he must be 
competent in handling both the internal 
and the outside relationships of his section. 
Third, he must have a sense of financial 
responsibility since research is a business 
and its cost usually is and should be 
budgeted. The good section chief will 
himself absorb the more attention con- 
suming problems of relations with other 
departments and the problems of cost 
control and thus leave his investigators 
free to devote the maximum attention to 
research. 

The degree to which a section should 
be specialized is open to debate. A high 
degree of specialization brought about by 
assigning to a section problems of only one 
kind tends to build up a personnel very 
capable in that field but it also promotes 
narrowness and inflexibility. Problems of 
various types are apt to occur in a differing 
ratio from year to year and one section 
is apt to find itself, in a given period, over- 
loaded with problems in applied research 
and with no time for the more fundamental 
studies. Another may find itself in the 
reverse position. Long-time trends in com- 
pany interest may change and the research 
department may find itself overstaffed with 
experts in a particular field who have lost 
the breadth and flexibility to successfully 
adapt themselves to new fields. This all 
points to the desirability of maintaining a 
reasonable diversity of interests in every 
section. By careful planning, this can 


usually be done in spite of the need for 


assigning to a single section all problems 


involving expensive equipment of a special 
sort or involving elaborate techniques 
requiring long and expensive training of 
personnel. 

The advent of intricate tools of research, 
which require specialists not only for their 
use but also for their further improvement 
and development, has created a problem 
in internal organization. A number of 
examples might be chosen: the spectroscope 
for analytical work both qualitative and 
quantitative, X-ray and electron diffrac- 
tion equipment for structural analysis, 
the infrared spectrometer for the analysis 
of organic molecular structure, and the 
electron microscope. Any one of these 
can be set up and used in a routine way 
by a high-grade technician, but to realize 
its full value and to fully exploit its possi- _ 
bilities in solving new problems requires 
research investigators of high caliber. 

If a research organization is large enough 
to make possible the possession of such 
tools, it usually proves desirable to have 
them in charge of a research section or 
group comprised not only of technicians 
competent to operate them but of highly 
trained research investigators capable of 
adapting old and discovering new tech- 
niques for their application. For example, 
if a laboratory has need for spectrographs, 
X-ray and electron diffraction equipment 
and the electron microscope, these may 
be well grouped in a single section staffed 
as recommended above. This section will 
provide other sections with the necessary 
service and collaboration on problems 
requiring the application of these tools. 
In such cases we must admit the necessity. 
of highly specialized sections. Fortunately, 
however, the danger that the individual 
investigators will get into a rut is not great. © 
Their work will bring them into close 
contact with a wide variety of problems to 
which they can make contributions well 
beyond the scope of their speciality. Good 
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‘Men on such jobs are in fact apt to attain 
unusual breadth. 

Other types of service, some of them non- 
technical in character, can in many cases 
be advantageously centralized. Whether 

such centralization is profitable in a specific 

_ case will depend on individual conditions. 

For example, centralized shop facilities 

are normally essential but the extent to 

i which the individual investigators should 

_be allowed access to the central shop 
facilities or provided with separate facilities 
within their own sections must be decided 
on the basis of factors peculiar to each 
organization. The same is true of analytical 
and photographic service. 

On the other hand, it is almost universal 

_ practice to have a common library staffed 

* by trained librarians competent to con- 
duct or assist in literature searches and 
abstracts, and experienced in locating and 

securing references not locally available. 
The indexing, abstracting, and circulating 

~ of periodicals is an important function of 
the library. 

Similarly, a separate accounting depart- 
ment is commonly maintained. Monthly 
cost sheets showing expenditures by prob- 

Mlems subdivided into payroll and other 
_ major types of expense provide the neces- 
sary data for adequate cost control and 
_ for estimating the cost of new projects. 
Even the best organized laboratory will 
not be wholly self-sufficient and we may 
well consider for a moment the outside 
sources on which it may draw for aid. 
Every industrial laboratory will find 
" itself confronted with an occasional prob- 
lem outside its established fields of inves- 
tigation. The probable extent of the 
interest in the new line of work may not 
justify investment in equipment and the 
_ expense of training personnel and perhaps 
- adding temporary personnel. In such cases 
- it is often possible to find one of the inde- 
pendent research laboratories which is pre- 
pared to undertake the problem promptly 
* and effectively. It seems likely that such 
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arrangements will be more and more com- 
monly used by the industrial laboratories. 

Consultants from the university faculties 
serve a valuable purpose in connection 
with industrial research. They bring a 
fresh viewpoint and are unwarped by the 
pressure of industrial problems which, even 
under the most favorable circunistances, 
makes it difficult at times to maintain a 
good research perspective. 

These contacts and the amazing freedom 
of contact between the industrial labora- 
tories themselves without doubt constitute 
one of the potent factors in the achieve- 
ments of industrial research in our country. 

Having described in some detail the 
units and facilities from which a research 
organization is assembled, let us consider 
the pattern by which we integrate these 
units into a coherent whole. 

The various lines of work which have 
been placed in the hands of the several 
sections can usually be grouped into two 
or more divisions with the sections in each 
division having enough in common to 
permit their general supervision by a 
division head. In a laboratory of moderate 
size, the division heads may be assistant 
directors of research while in very large 
organizations some further grouping of 
divisions may be necessary. On the other 
hand, where there are fewer sections, the 
section chiefs may report directly to the 
department head. 

We have pursued the details of organiza- 
tion methods this far to show how a simple 
clear-cut organization, patterned along 
sound lines, can be set up for the technical 
direction of the business of research. 


PERSONNEL 


Selecting a pattern of organization is 
only a first and relatively simple step. Its 
effective functioning, of course, depends on 
intelligent handling of human relations. 
Research laboratories of even moderate 
size involve a large enough personnel to 
require systematic management rather 
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than day by day dealing with isolated 
problems. Success here requires that the 
principles of good management be firmly 


adhered to. A review of these principles - 


might seem unnecessary were it not that 
their importance in research administra- 
tion seems at times to be underempha- 
sized. Individuals are the ultimate assets 
of the research organization but as indi- 
viduals we have an inborn antipathy to the 
restraints of organization. These restraints 
should therefore be the minimum neces- 
sary to enable many individuals to work 
together effectively and harmoniously. 

It follows that the first principle is to 
create as well as we can an environment in 
which each individual can and will do his 
most creative work. This is where the 
section chief, makes his greatest contribu- 
tion. We hire a new investigator fresh 
from school and turn him over to the 
section chief whose job it is to develop 
whatever qualities of initiative and re- 
sourcefulness he may possess and which 
are necessary to make him a valuable and 
productive research man. The new man 
will, as he develops, be entrusted with 
work involving substantial expenditures 
apart from his own salary. We therefore 
have two conflicting interests which the 
section chief must reconcile. He must 
determine how close a rein to hold to pre- 
vent undue loss of time and money 
through the younger man’s inexperience 
-without, on the other hand, destroying 
his initiative. Even the graduate. student 
comes to the industrial laboratory with 
only his preflight and primary flying train- 
ing. The section chief or his oldest inves- 
tigators are the instructors who risk life, 
limb, and reputation making combat fliers 
out of the new men. 

Obviously, the desired environment can- 
not be-created unless the members of the 
organization know from experience that 
financial reward, credit for achievement, 
and opportunity to build a professional 
_ reputation by publication and outside 


! 


contacts are equitably handled. Here, the 


section chief must be supported by a sound 


company policy. 

In this connection, a word should be 
given to the questionable policy of special 
bonuses for particular achievements. The 
evils of this system seem to be generally 
recognized and, I believe, its use is not 
now common. The principle is inherent 
when a man is employed exclusively for 
research work that his best effort is due 
the company and the results of his work 
their property. It would seem to follow 
that his reward should be based on the 
continuous record of his performance 
rather than on the outcome of a specific 
assignment in which chance frequently 
plays a large part. To abandon this prin- 
ciple, courts jealousies over the assignment 
of problems promising quick results or 
commanding especial attention and an 
aversion to undertaking the often more 
important long-pull jobs. Moreover, the 
natural desire for individual credit will 
lead to secretiveness rather than the full 
group cooperation which produces such 
outstanding results but which makes it 
nearly impossible to fairly parcel out, 
among the group, credit for a particular 
job. 

This first principle—that a proper envi- 
ronment must be created—obviously can- 
not be achieved independently of those 
that follow. 

The second principle is that the organi- 
zation plan be simple and involve no over- 
lapping or conflicting lines of authority. 

The third principle is that the formal 
organization reflect accurately the duties 
and responsibilities of the individuals in- 
volved. This, of course, means that no 
duty or responsibility will be formally 
assigned on paper until careful and deliber- 
ate consideration convinces those respon- 
sible that they are willing to stand back 
of the commitment. 

The fourth principle is that organization 
lines be rigidly adhered to in all matters 
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involving decisions and action as dis- 
tinguished from interchange of informa- 
tion, to which latter benefit there must be 
no obstacle in a well conducted research 
laboratory. If it appears impossible to 
adhere to the organization lines, it is 
fairly certain that the second or third 
principle has been violated. 

If these principles are properly im- 
plemented, it will be possible to meet the 
* internal problems of the research organi- 
_ zation and to create that unity, enthusiasm 
and morale which is prerequisite to effective 
creative research and to sound relations 
with other departments of the company. 


THE DEVELOPMENT STAGE 


I am sure that most of you have recog- 
nized a deliberate oversimplification of the 
problem in order to first sketch the essential 
elements of organization structure. This 
oversimplification consisted in deferring 
consideration of the problems which arise 
when research carries a new process into 
the commercialization stage or carries a 
new product or the new application of an 
old product into the sales field. We must 
now return to these problems and examine 
how the research organization can be 
adapted to their handling. 

First, let us consider the commercial 
development of a new process through its 
several stages. A chemical process lends 
itself well as an illustration. The process 
has originated in a successful beaker-scale 
research investigation. The crock-scale 
test which normally follows will usu- 
ally disclose difficulties requiring further 
beaker-scale work for their solution. 
Success on the crock scale will lead to a 
small pilot operation. New difficulties of a 
chemical nature due to changed rates of 
mixing, heating or cooling may ensue and 
require new work on a smaller scale. 
Engineering difficulties, however, will begin 
to assume a more prominent place and 
gradually these problems will become 
predominant. Success on the pilot scale will 


be followed by a commercial-sized pilot 
plant and here questions of engineering, 
maintenance and labor assume a primary 
position—if we are fortunate. Sometimes 
we aren’t fortunate and a difficulty inherent 
in the chemistry of the process crops out to 
send us back again to the beaker. 

In metallurgical operations, it is not 
always possible to proceed by such gradual 
steps, witness a case where the heart of the 
process lay in rates of heat transfer which 
could be tested only on a full commercial 
scale. In ‘such cases, research must be 
conducted on a plant scale from the outset. 

Both cases illustrate the same point, 
that research, in the purest sense of the 
word, is involved until: the process is 
working smoothly in the plant. It is in- 
volved in a diminishing degree as the work 
goes forward while engineering and oper- 
ating are involved to an increasing extent. 
The transition tends to be gradual rather 
than abrupt and the organization problem 
is to make the transition from the inception 
of the idea by research to its routine oper- 
ation by the plant as smooth as possible. 

We find normally that the group who 
effectively carry out the laboratory-scale 
experiments are less proficient or even " 
wholly inept in pilot-plant operation and 
are inexperienced in the problems of engi- 
neering, maintenance, and labor involved 
in the commercial operation. 

Another group or section made up of men 
experienced in larger scale operations and 
conversely less at home with highly 
theoretical chemistry or physics or metal- 
lurgy and delicate laboratory-scale tests, 
must therefore be brought into the picture 
when the transition to the pilot-plant stage 
is made. This can be brought about very 
smoothly if a close relationship exists 
between the two sections. Such intimacy 
should result in a considerable familiarity 
with the new process on the part of what 
we may for convenience term the pilot- 
plant section, some time before the 
responsibility for undertaking pilot-plant 
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work is given to them. On the other hand, 
the contact of the laboratory section with 
the work will not terminate abruptly but 
their aid will be sought whenever necessary 
throughout the further development of the 
process. 

In the almost Utopian situation which I 
have described the pilot-plant man. will, 
when the pilot plant develops unforeseen 
troubles, repress his first reaction, born 
of the disappointment of the moment, to 
cuss out the laboratory theorist. The 
laboratory theorist on his part will re- 
frain from jumping to the conclusion that 
the practical man has compromised some 
essential principle to escape an operating 
difficulty. Instead they will together im- 
partially examine the facts and if the basic 
knowledge is at fault, laboratory work will 
be resumed. If the application of the knowl- 
edge has been imperfect, a way to improve 
the large-scale setup will be sought. If it 
appears impossible or impractical to 
achieve the required conditions in practice, 
the laboratory must seek an alternative 
method which can be achieved under large- 
scale conditions. When a relationship based 
on the mutual confidence of a laboratory 
and a large-scale investigator is built up 
approaching this ideal, it is an asset to 
be most zealously conserved and the wise 
research management will utilize such a 
team together in future problems when- 
ever possible. 

It is not, however, universally true that 
the same man or group cannot carry a new 
idea through from its inception to its com- 
mercialization. Research men vary as 
much in their abilities, idiosyncrasies and 
limitations as any other group and we 
naturally ,find that they vary in their 
ability to experiment on a small scale in 
the laboratory and in their capacity to 
develop an idea through successive stages 
into a going commercial operation. 

By extended trial and observation, we 
can estimate the degree of each man’s 
ability in these several phases of research 


and at first glance it would seem simple to 
say that we will finally assign each man to 
the phase of the work for which he is best 
fitted. But when we come to grips with the 
realities of working with individual re- 
search men we encounter a psychological 
factor which we cannot afford to ignore. 
This is the desire which most research 
men have to see a new idea through to its 
conclusion. 

This desire is a potential asset, for a 
man must not only have ability to do a 
job but he must have an interest in doing 
it. Keen interest and fair ability are a 
better combination to bet on than excellent 
ability and lukewarm interest and the 
keenest interest will lie with the man who 
originates an idea. If the idea must at 
some stage in its development be turned 
over to another investigator, we must, by 
careful handling of the transfer, engender 
in the man who picks up the work at its 
new stage a lively interest and belief in 
the idea. At the best, there will be a definite 
loss to be offset by the superior ability 
of the new man to handle the larger scale 
work. 

It follows that in those cases where one 
man combines the abilities necessary to 
initiate an idea and carry it through its 
successive stages, nothing will be gained 
and much may be lost if we do not leave 
the job with him from start to finish. 

The converse and equally important 
side of the same general picture is that 
many of the ideas warranting research 
projects will come from the groups assigned 
to pilot-scale work. The investigation of 
these projects will in many, if not in most 
cases, involve laboratory work for which 
the originating section is not equipped nor 
staffed. Here we will meet the same natural 
reluctance to turn the fate of the brain- 
child over to a foster parent—in this case 
as it draws its first breath. Again, the 
solution must lie in the existence of that 
indispensable mutual confidence between 
sections. The laboratory research group 
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who are asked to rear the child must 
remember that some future Faradays and 
Edisons probably looked pretty unpromis- 
ing to any one but their parents at birth, 
and must give these foster children the 
same care as they lavish on their own 
equally scrawny looking offspring. On the 
other hand, the group seeking a home for 
their brain-child must be Spartans in those 
cases where closer examination reveals that 
the child is hopelessly malformed. 

The research management is fortunate 
which has achieved sufficient flexibility 
of procedure to solve one case by having 
the originator of an idea carry through from 
start to finish and another case by making 
a necessary transfer of the work either at 
its very inception or at a later stage, with- 
out in either case losing sight of the ele- 
mental requirement that the man who 
conceives the idea must feel confident that 
it has been given a fair chance of success. 
Nothing can more quickly destroy the 
enthusiasm which is the driving force 
of creative research than lack of such 
confidence. 


RESEARCH AND SALES 


If we turn now from research on new 
processes to research leading to the intro- 
duction of a new product or the exploita- 
tion of a new use for an old product 
involving relations with the sales depart- 
ment and customers, we find the same basic 
factors at work in a somewhat modified 
form. An example illustrating this point 
is a case with which I happened to be 
closely associated. Twenty odd years ago, 
a customer complained that while our 
99-95 per cent purity zinc was noticeably 
superior to the much less pure Prime 
Western grade he had been using in making 
zinc alloy die castings, the results were 
still far short of satisfactory. A research 
physical metallurgist spent some time in 
the customer’s plant acquainting himself 
with the metallurgical problems of the 
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comparatively young and very small die- 
casting industry. The problem which he 
brought back was the basis for many years 
of research. The purely laboratory alloy 
research came first. 

As time went on it became evident that 
the metallurgy was vitally related to the 
mechanics of casting because of the impor- 
tance of cooling rates. A new section took 
over the mechanics. The new alloys which 
were developed had to be sold to the trade, 
after being first sold to the sales depart- 
ment. Typically, the first step was to secure 
the attention and interest of the metal- 
lurgists and designing engineers of actual 
and potential users of die castings. This 
required the direct effort first of research 
men engaged in the metallurgical develop- 
ment and later of those engaged in the 
mechanics of the process. From the outset a 
technical service engineer from the sales 
department took part in these contacts 
and as the job grew in magnitude others 
were added and they took over those 
customer contacts not necessitating new 
research. When new research was indicated 
a research man was brought into direct 
contact with the problem but, in time, 
first the metallurgical group and later the 
mechanics group were released to a greater 
and greater extent to devote their time to 
new research problems. 

Those of you who have been involved 
in such developments will realize that this 
outwardly simple story actually involves 
many problems of interdepartmental rela- 
tionships and that the efficient transfer 
of responsibility from research to sales 
requires a long period of cooperation and 
depends on mutual respect and confidence. 
It is essential to the satisfactory handling 
of such problems that the technical back- 
ground and ability of the members of the 
sales department assigned to such work 
be of high order. That this is generally 
recognized is obvious from the increasing 
tendency to use engineers extensively in 
industrial sales work. 
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It is evident that the development which 
I have just described ultimately involved 
what is often called customer service or 
trouble shooting. I stated at the beginning 
of this talk that under certain conditions 
this is a function that may be effectively 
handled as an adjunct of research. This 
is apt to be true when the size of the com- 
pany or of a particular branch of its 
business is not sufficient to warrant the 
duplication in separate departments of 
facilities and expert personnel required for 
the work involved. There is a further and 
perhaps more serious objection to sepa- 
rating technical sales service from research. 
Cases constantly recur in which recent 
research results which have not had time 
to be disseminated and assimilated by a 
sales service group are applicable to a 
customer problem and there are the corol- 
lary cases where first-hand contact with a 
practical problem is a valuable stimulus 
to research. This stimulus is so strong that 
almost invariably when a service group is 
set up outside the research department, 
its members are soon found to be doing 
research with the attendant difficulties 
which seem inevitable when two depart- 
ments attempt to cover the same field. 

On the other hand, the disadvantage of 
using research men for service work is 
serious. If there are many such demands 
upon one investigator his research work is 
seriously curtailed, not only by the actual 
time devoted to service work, but by the 
tendency to start new investigations aimed 
at the quick solution of customer problems. 
When service work is done by the research 
department, several means of minimizing 
these difficulties are employed. Sometimes 
the section chief, who usually does not 
personally carry out any experimental 
work, can, if he has a strong staff, spare 
sufficient time to handle such work. In 
other cases, a man fitted for the work in 
question may be assigned to service prob- 
lems but ‘left in his research section. By 
continuing some investigational work and 


through daily contact with those carrying 
forward research in his field he keeps 
abreast of the latest developments and 
thereby maintains the unique value which 
a research man has in service work. Simi- 
larly, if the demands become very heavy a 
separate unit or section may be set up 
within the research department to do a 
limited amount of research and a large 
amount of service work. 

Here again is emphasized the advantage 
of sufficient flexibility of operation to per- 
mit the handling of different cases by 
different methods without breaking the 
vital thread of organization. 


TYPES OF RESEARCH ORGANIZATION 


In my first reference to the grouping of 
sections under division supervisors, I 
deliberately postponed any detailed dis- 
cussion of the basis for such grouping. Now 
having considered some of the relations 
between sections we can more easily assess 
the merits of the two general systems of 
grouping. These might for convenience be 
termed the horizontal and vertical plans. 
See Fig. 1. In the horizontal plan, the 
research department is divided into one 
division carrying out fundamental research 
and a second carrying out pilot-plant or 
commercial-scale work on new processes. 
This second group is frequently referred 
to as the development group. A third 
division is sometimes added to handle 
problems originating with customers and 
brought in by the sales personnel. 

In the vertical type, the necessary sub- 
division is made according to the field of 
investigation rather than according to the 
scale on which it is being done as in the 
former (horizontal) type of organization. 
For example, a metallurgical company 
might have one group devoted to pyro- 
metallurgical research and another to 
electrolytic process research. Each group 
would have a balanced staff capable of 
fundamental research in the laboratory 
and of pilot-scale development. Another 
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group dealing with physical metallurgy 
would be staffed for both pure research 
in that field and the application of physical 
metallurgy to casting, rolling, drawing or 
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away from the laboratory man as soon as 
it is ready for pilot-plant development, the 
original investigator is automatically re- 
turned to pure research. The corollary dis- 
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other fabricating processes either in the 
company’s operations or in the customer’s 
utilization of the company’s products. It 
is evident that such a group would combine 
pure research and development or applied 
research and can easily be drawn into 
straight trouble shooting for either the 
operating or the sales departments. (See 
Fig. 1.) 

Since both types of organization are in 
operation in different companies and since 
more than one company has tried both, it 
is evident that each must possess advan- 
tages and disadvantages. 

The advantage of the horizontal type of 
division which is most often emphasized, 
is that by transferring a new development 
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advantage is that the transition from 
laboratory to pilot plant under this system 
is marked by a transfer in responsibility 
from the head of the fundamental re- 
search to the head of the development 
group. As a result the transition is apt to 
be more abrupt and the loss in effectiveness 
in carrying forward the job and the reper- 
cussion on the man who started the job 
are both much greater. Under this system 
cases are almost sure to occur where the 
man who carries out the research is so 
indisputably the best man to continue the 
larger scale development that it is essential 
to have him do so. This immediately poses 
a new problem. Either the man must be 
transferred from research to development 
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or the development must be carried out 
under research supervision. The effective- 
ness of the man may be closely associated 
with the team work which has built up 
between him and his supervisor on the one 
hand and his associates and subordinates 
on the other. In such a case the tendency 
will be to have the development handled 
by research and in effect shift to the ver- 
tical type of organization. If the other 
course is followed and the man transferred 
to development the difficulty of bringing 
him back to laboratory research is increased 
and the primary objective of keeping 
research men at research has been lost. 

The advantage of the horizontal type of 
organization in which a separate division 
is set up to handle customer problems is 
that a buffer is set up to prevent requests 
for trouble shooting from diverting re- 
search men from research. The offsetting 
advantages of the vertical type of setup 
have been pointed out. 

The merit of the vertical system to my 
mind arises from the underlying and 
inherent continuity between all phases of 
research, the fundamental, the develop- 
ment, and the solution of customer prob- 
lems. The vertical system reflects this 
continuity. 

These advantages and disadvantages of 
the two systems must be given different 
weights under different conditions and the 
ultimate choice, as I have previously 
said, will not always be the same. 


PROGRAM PLANNING AND BUDGETING 


We have now considered the original 
basis for the establishment of a research 
department, the internal structure of the 
research organization and some of the 
ways in which that structure is keyed into 
the external relations of the research de- 
partment. There remains to consider the 
functioning of an organization which has 
been set up along the general lines de- 
scribed. This can be most conveniently 
approached by assuming that we are 


looking at a research organization that 1S 
already well established and in full swing. 

It is conventional at regular intervals, 
often annually, to review the research 
program and plan for the ensuing period. 
Let us assume that we are at the time set 
for such a review. Each section or group 
head will have prepared a report of the 
work completed or abandoned during the 
period and the status of the work still in 
progress. Recommendations for continua- 
tion of existing programs of work and for 
new work will be incorporated in the 
report. The heads of the research depart- 
ment will have digested these section 
reports and considered the recommenda- 
tions. Thereupon, a report for the executive 
officers will have been prepared by the ~ 
heads of the research. It is well for this 
report to recall briefly the reasons for 
having initiated each broad program of 
work discussed and to reassess its potential 
value in the light of what has been found 
and of possible changes in external factors. 

With this statement of the current 
status as a starting point, the future pro- 
gram can be projected. No live company 
will lack ideas for new work. These will 
stem from other departments as well as 
research and the problem will invariably 
be one of selecting from an overabundance 
of problems those which should constitute 
the immediate program. The research 
management will prepare its recommenda- 
tions as to continuation, expansion or con- 
traction of work on existing projects and 
on the initiation of such new work as can 
be effectively handled by the available 
personnel. 5 

This program will then be reviewed by 
the executive officers of the company. Con- 
siderations of broad company interests 
which they bring forward will guide pos- 
sible revisions in the proposed program 
and the substitution of work which had 
been set aside for future consideration for 
certain problems constituting part of the 
originally proposed program. 
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The extent to which the executive officers 
will go into detail in the consideration of 
the research program will vary with the 
character of the work. The more directly a 
program aims at a specific objective such 
as a change in an existing process or prod- 
uct, the more need there will be for its 


consideration by the general management 


in the light of factors of the general com- 
pany position in respect to raw materials, 


_markets, probable capital requirements, 


etc. On the other hand, except for setting 
up some boundaries to the company’s 
sphere of interests, the executive officers 
must rely on the research management 
and the latter must assume the respon- 
sibility for programs of fundamental 
research into new fields. 

The financial planning or budgeting 

then becomes relatively simple since a 
fairly constant ratio between technical 
payroll and total expense will be found to 
exist for any general type of work and, 
except for estimating the cost of pilot- 
plant installations which are highly variable 
and are usually considered apart from the 
general budget, the cost of a fair sized 
research operation can be very accurately 
predicted. Certain programs will overrun 
and others underrun, but if the depart- 
ment is large enough, these will average 
out. : 
You will note my assumption that in this 
going organization we are contemplating 
neither expansion nor contraction of per- 
sonnel and therefore no major change in 
total budget. This will not always be true 
and we should therefore consider the 
control of the total research expenditure a 
little further. 

The primary research asset of the com- 


~ pany is a trained and organized staff. This 


asset cannot be very rapidly expanded 
with efficiency nor temporarily curtailed 
without permanent loss. The prudent 


_ management of the investment in a well 


selected, trained, and organized research 


staff will therefore dictate that its expan- 
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sion or contraction be on the basis of long 
term trends and not on short term swings. 
It is inevitable that the research depart- 
ment share the effects of depressions or 
other major vicissitudes. If, however, dur- 
ing prosperous times a permissible tem- 
porary expansion of the research budget 
has been used to improve physical equip- 
ment and to accelerate the more expensive 
pilot and semicommercial-scale work, then 
during periods of stringency the necessary 
curtailment can be made with the mini- 
mum effect on the staff of investigators 
whose loss would mean the loss of expen- 
sive and valuable training and experience. 
The ratio of other expenses to technical 
payroll which is necessary for most efficient 
employment of the investigators will be 
reduced but this is a temporary loss which, 
if not too prolonged, will have no serious 
permanent effect. 

The point which I hope I have made 
clear is that the decision as to the size of 
the total research budget should be based 
on long term trends and should precede 
consideration of the specific work to be 
pursued. 

In discussing at such length the review 
of the program at the beginning of the 
budget period, there is, of course, no 
intent to imply that the research program 
is given consideration only then. The pur- 
pose is rather to emphasize that in spite 
of the continuous reviewing and adjusting 
of individual parts of the research program 
through the constant contact of the re- 
search management with the other depart- 
ments and officers, a comprehensive 
periodical review of the program as a whole 
is beneficial. (See Fig. 2.) 

Both in the week-to-week and in the less 
frequent periodical reviews of research pro- 
grams, we must constantly guard between 
two dangers. The one is that the persistence 
which is essential to success may lead us 
to continue an investigation after good 
judgment dictates its abandonment. An 
analogous error is to continue unimportant 
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secondary investigations after the need for 
them or any likelihood of their proving 
valuable in their own right has disappeared. 
This is usually done on the: tenuous plea 


I.—Financial Control 

First Step 

Determination of permissible budget 
total by Executive Heads of Company. 
Second Step 

Translation of total dollars to man- 
power that can be maintained with 
proper margin of safety for contingencies, 

II.—Research Program Planning 

First Step 

Review of existing projects. 
Second Step 

Compilation of new proposals from all 
sources within and without Research. 
Third Step 

Consultation by Research Adminis- 
tration with executives and other de- 
partments to help form basis for (4) 
and (5). 
Fourth Step 

Selection of projects for abandonment, 
curtailment or early conclusion. 
Fifth Step 

Selection of most important new 
projects which can be carried out with 
available manpower. 

III.—Frequent Review of Research Program by 

Research Staff 
First Step 

Through continuous supervision. 
Second Step 

Through regular reporting of all 
projects. 

IV.—Continuous Contact Between Research and 

Other Depariments 
First Step 

To transmit useful findings to other 
departments. 
Second Step 

To secure facts needed to guide useful 
application of findings 

Fic. 2.—STEPS IN RESEARCH CONTROL. 


that to drop the job leaves a loose end. A 
brief report will serve to tie a knot in the 
loose end. I am not ignoring the fact that 
valuable discoveries sometimes result from 
work along the most unpromising lines, 
but the number of fields in which we can 
work is almost infinite and we must try to 


spend our money where there is some right 
to hope for a worth while return. 

The second danger is the opposite of the 
first and more serious. Distant pastures 
look greenest in research quite as much as 
in any other pursuit. Most new ideas follow 
a rather stereotyped progression. The first 
stage is the vision of a new thing serving a 
new purpose and the first quick mental 
appraisal is apt to set the value in the 
millions. This is the stage at which pro- 
moters pick ideas and take them to market. 
No promoter ever peddled an idea worth 
less than a million and promoters don’t 
usually get hold of ideassafter they have 
actually been found to be worth millions. 
We may safely conclude therefore that 
they pick these frail blossoms in the early 
morning before the sun has struck them. 

The second stage is to put the idea 
through some very rudimentary tests, 
not in the laboratory but in the library and 
across the conference table. One of the 
great merits of organization in research is 
this opportunity for early appraisal of new 
ideas by alert imaginative men of varying 
training and viewpoint. This accomplishes 
two equally important things. It fre- 
quently brings to light fatal fundamental 
flaws in the idea and thereby avoids the 
waste of attempting to develop it. This is a 
negative virtue but this free-for-all criticism 
just as frequently has the constructive 
effect of bringing out other supplementary 
or independent ideas, of suggesting addi- 
tional possible applications of the idea, 
and of suggesting means of overcoming 
immediately apparent difficulties. Often 
the originator of the idea would arrive at 
these solutions slowly, if at all, because of 
some limitation in his training or experience. 

A few ideas survive the conference and - 
are passed on to the laboratory with great 
optimism. We all tend to wait with bated 
breath for a successful result. After all, 
sometimes we do hit a bonanza that can 
be very quickly recognized. But more often 
we find it better to go right on breathing; 
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in fact, we would do well to take a deep 
breath and reach down for some real 
money with which to embark on a long 
development. At this point we must con- 
sider carefully whether the odds warrant 
starting on a thoroughgoing investigation; 
if so, and we have the men available, we 
settle down to a long hard grind, punc- 
tuated usually by many more discourage- 
than favorable results. Outside 
interest drops from fever heat to normal 
and time passes. And then some bright 
morning, another new idea is born. It 
passes the first tests and is ready for the 
laboratory, but every one is busy. Interest 
on the new idea is at fever heat. What can 
we stop work on to make room for it? 

So here we are face to face with the 
second danger, the danger that we will 
drop the first idea because we have found 
out just what the problems are which must 


_be solved and just how long it may take to 


finish the job. The stake may still appear 
just as large and the odds of succeeding 
may be good, but we are attracted by the 
glamour of the new idea and tempted to 
abandon the old. No suitable men can be 
freed and we are not in a position to expand 
our organization. Perhaps this is the com- 
monest and most difficult dilemma in 
which the research management finds itself, 
and while the proper course to follow is 
evident it is nonetheless hard. First, we 
will make sure that we have, in fact, 
stopped those projects which should be 
stopped according to the principle sug- 
gested a few minutes ago. If we have not 
already done this, it may be possible in 
this way to secure the needed personnel. If 
we fail in this, we must accept the hard 
fact that each of the projects under way 
was justified in its inception and that the 
justification persists after some period of 
work. This work has probably brought to 
light at least part of the difficulties not 
originally apparent and hence the appraisal 
of these old projects is more reliable than 


the appraisal of the new idea. Finally, we 
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must recognize that we have made- an 
investment in each of the old projects 
which will be lost, certainly in part, 
probably completely, if the work is 
stopped. Even a temporary interruption of 
an investigation is costly. The enthusiasm 
of the investigator suffers, trained non- 
technical personnel may be dispersed to 
other jobs, and the whole momentum of the 
work is lost. We all of us need as a wall 
motto a reminder that starting new proj- 
ects is excitingly pleasant but that only 
finishing old ones pays dividends. 


REPORTS 


I am approaching the end of my talk 
without having touched on a most impor- 
tant point; namely, the reporting of re- 
search work. The product of research is an 
intangible thing, knowledge. It can be 
delivered by word of mouth, and is and 
must be, to a large extent, so transmitted. 
The ability to talk clearly and concisely is, 
therefore, a prime asset in a research man. 
But civilization has long ceased to rely on 
oral reporting and the ability to write a 
good report is an essential qualification of 
a good research investigator. I think per- 
haps we blame our educational system too 
largely for the deficiencies of our tech- 
nically educated men as writers. While a 
certain technique of rhetoric and com- 
position is necessary, clear thinking is the 
foundation of good writing. Formal educa- 
tion is a more reliable means of achieving 
the technique than the foundation. 

When a good, clear thinking investigator 
doesn’t write a good report, it is probably 
due to a lack of desire rather than a lack of 
ability, and the man must be educated to 
realize the vital necessity of promptly 
presenting well-written reports. The steps 
in this educational process are first to make 
him realize that he has failed to take his 
product to market if he doesn’t write a 
report; second, that it won’t sell unless it is 
well presented. He must be made further 
to realize that the men whom he wants to 
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have read and understand what he has 
done have a very slight knowledge or poor 
recollection of why the job was ever 
started and what it’s all about, and their 


Abstract 
A concise statement of the purpose and scope 
of the investigation and of the conclusions 
reached and recommendations for action or 
further work. 
Report Proper 
Title Page 

Showing names of investigators, dates 
between which work was carried out and 
numbers of original notebooks. 

Introduction 
A full clear statement of the origin, pur- 
pose and scope of the work. 
Summary 
A concise factual statement of the results. 
Conclusions 

A clear statement of the author’s conclu- 

sions from the data. 
Experimental Work 

A concise description of methods and 
apparatus used or reference to previous 
description. 

Sufficient data to support the conclusions, 
including, of course, any significant results 
contradictory to the conclusions. 

Appendix 

Further data of sufficient importance to 
make reference to the original notebooks 
inadequate. 
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memory must be courteously refreshed. 
He must not forget that if he thoroughly 
understands his subject he can make the 
essentials of his story, no matter how 
technical it may be, clear to any other 
intelligent person, no matter how non- 
technical the latter may be. And above all, 
he must, with all due modesty, want to 
make the people who should be interested 
understand his story. 

A system must be set up to insure that 
reports are written and they must be 


reviewed to insure that the research depart- 
ment is willing to have them issued as its 
product, but the best way to make the 
system work will be to educate the investi- 
gators to want to write good reports. 

For the convenience of the reader, a 
uniform arrangement should be adopted 
for all reports. Fig. 3 outlines a form which 
has worked out satisfactorily in more than 
one laboratory. It should hardly be neces- 
sary to say that every report should be 
accompanied by a short clear abstract. It 
may prove convenient to have only the 
abstracts regularly circulated to those who 
may be interested, with the full report 
available on request, through the company 
library. 


CONCLUSION 


I have discussed organization, and have 
tried to point out some of the factors 
which seem vital in the primary conception 
of the function of research, in the internal 
structure of the research department, in 
the control of research, and in the reporting 
of research. I have tried to emphasize that 
there is no one best and unchangeable 
pattern for organizing a research depart- 
ment. Organizations are structures built 
of individuals and an organization chart is 
only the post factum blueprint of a struc- 
ture built on the job from the best material 
which we can secure. If the material is 
good and the structure soundly put to- 
gether, we can leave the organization chart 
to take care of itself. 

It is my hope that this attempt to 
analyze some of the stresses and strains 
in research structures will be of some use 
to those of you who may have the problem 
of building a research organization from 
your own materials to serve your own 
purposes. 


Microradiography—a New Metallurgical Tool 


By S. E. Mappican,* Juntor MemsBer A.I.M.E. anv B. R. ZIMMERMAN T 


(New York Meeting, February 1944) 


Most metallurgists are well acquainted 
with the contributions already made to the 
study of metals by the use of X-rays. On 
the one hand, the radiographic method is 
constantly becoming of increasing impor- 
tance as a nondestructive testing procedure, 
while on the other hand the techniques of 

X-ray diffraction have made important 
contributions to the fundamental knowl- 
edge in studies of phase diagrams, stress 
conditions, and so forth. A new, and as yet 
insufficiently appreciated, tool exists in the 

application of microradiography to alloy 
structures. 

This new procedure in many respects 
bears the same relation to microscopic in- 
vestigations as does macroradiography to 
the gross inspection of metal surfaces. How- 
ever, where macroradiography is used ordi- 

Wnarily to determine the soundness of the 
metal structure, this new method can be 
used not only to investigate micro-un- 

soundness but also to examine the distribu- 
tion of the constituent elements within the 
body of the alloy. When combined with the 
normal procedures of microscopy, this 

’ offers a technique of great potential power. 
It is intended in this paper to present a few 

examples of copper-base alloys demonstrat- 

_ing the additional knowledge obtained from 

the microradiographic method. 

The detection of micro-unsoundness is 
demonstrated in Fig. 1 for a sample of 
‘cartridge brass as cast. The sample ap- 
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peared quite sound when viewed under 
the microscope, but in reality was thickly 
populated with minute voids. This applica- 
tion of the method conforms in every way 
to conventional large-scale radiography 
and has been used to facilitate production 
of metal for vacuum devices.! 

The true potentialities of the technique 
are revealed by comparison of Figs. 2a and 
2b, which are respectively a photomicro- 
graph and a microradiograph of a cast 
alloy of 80 per cent Cu, ro per cent Sn, 1o 
per cent Pb. The remarkable difference in 
appearance provides some concept of the 
additional information this method may 
yield when used as an auxiliary to micro- 
scopic studies. Fig. 2a shows two phases of 
the copper-tin system plus segregated 
lumps of lead. Fig. 2b, on the other hand, 
shows with exceptional clarity the actual 
dendritic growth of the metal crystals dur- 
ing solidification. 

The practice of microradiography de- 
pends upon the laws of absorption of 
X-rays. This subject has been reviewed 
thoroughly in recent papers,!?? but for 
clarity a brief resumé will be given here. 
As is well known, when a beam of X-rays 
is transmitted through a layer of homo- 
geneous material, the intensity is reduced 
according to the relation: 


Te = ipsa 


where J; is the transmitted intensity, 
I, is the incident intensity, 
p11 is the linear absorption coefficient 
of the material, 
t, is the thickness of the material. 


1 References are at the end of the paper. 
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When the layer of material contains an 
inhomogeneity of thickness f2 and absorp- 
tion coefficient 2, the transmitted beams 
through the homogeneous matrix and 


Fic. 


1.—SOUND CARTRIDGE BRASS SHOWING 
MINUTE VOIDS. 
Mo radiation, 42 kv. X Ioo. 
Original magnifications given: reduced ap- 
proximately one third in reproduction. 


through the region of the inhomogeneity 
are related by the expression: 


T1/Ts = e—(Hi-He)te 


where (ui; — M2) is the difference in linear 
absorption coefficients for the matrix and 
the inclusion. Tables of absorption coeffi- 
cients of the elements are given in most 
standard references on X-rays. 

In most metallurgical problems it is 
necessary to know the absorption coeffi- 
cient for a solid solution of two or more 
elements or for some other alloy phase. 
For a given phase of density d consisting of 
two elements of amounts by weight XY and 
Y and mass absorption coefficients p, and 
p,, the linear absorption coefficient is 
calculated from the relation: 


re d (Xpz =F Yp,) 
CSS VW 

The contrast with which such inhomo- 
geneities becomes visible is dependent only 
on the value of (u: — py) and of the thick- 
ness f2 of the inhomogeneity. The mass ab- 
sorption coefficient p varies with increasing 
wave length according to an approximately 
linear relationship on a log-log plot except 
at the absorption levels as shown in Fig. 3. 
From these curves it can be seen that the 
absolute difference between the absorp- 
tion coefficients for two materials is, in 
general, greater for X-rays of longer wave 
length. As a result, the earlier work on 
microradiography was done with long 
wave-length X-rays, using extremely thin 
samples enclosed in special vacuum equip- 
ment. This was a serious deterrent to its 
application to most metallurgical problems. 

The credit for devising a practicable and 
relatively simple technique belongs to 
Clark}? and his collaborators, who showed 
that the use of characteristic X-radiations 
of intermediate wave length could yield 
high sensitivity with greatly reduced ex- 
posure time. As shown in Figs. 3 and 4, at 
a wave length corresponding to the K ab- 
sorption level for one of the elements, a 
sudden jump occurs in the value of the 
absorption differential (uz — wi). For the 
Cu-Fe absorption differential described 
in Fig. 4, the value of (uw. — pj) is at first 
negative with steadily decreasing absolute 
value as the wave length is decreased. At 
the K absorption level for Fe (1.739 A.) an 
abrupt and discontinuous change occurs 
and (442 — pi) assumes a high positive value. 
The quantity remains positive but de- 
creases in magnitude until a second abrupt 
change occurs at the K absorption level 
for Cu (1.377 A.). For all points below this 
wave length the value is again negative 
with a magnitude that steadily decreases 
with decreasing wave length. The absolute 
magnitude of the absorption differential is 
greater in the band from 1.377 to 1.739 A. 
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than it is at even the longest usable wave It was demonstrated by one of the 


lengths (Fig. 4). This allows increased resent authors,*® however, that the use o 
: ; e use ¢ 
sensitivity and contrast in the radiograph. such characteristic radiations must be 
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ALLoy I: 80 PER CENT COPPER, IO PER CENT TIN, IO PER CENT LEAD. 
a. Photomicrograph. X 75. 
b. Radiograph: Co radiation, 30 ky. X too. Copper rich regions are dark; tin-rich regions and 
lead are light. 
Original magnifications given; reduced approximately one third in reproduction. 
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MASS ABSORPTION COEFFICIENT 
Fic. 3.—Mass ABSORPTION COEFFICIENT AS FUNCTION OF WAVE LENGTH FOR COPPER, TIN AND IRON. 


As was shown by Clark and Shafer,? the accompanied by considerable discretion in 
segregated Cu compound in an Al-Cu alloy regard to the voltage applied to the X-ray 
actually gave better contrast with Mo _ tube. As will be explained later, the con- 
radiation than was obtainable from radi- trast obtainable can be seriously decreased 
ation of somewhat longer wave length. by a poor choice of operating potential. 
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Fic. 4.—LINEAR ABSORPTION DIFFERENTIAL BETWEEN IRON AND COPPER AS FUNCTION OF WAVE 
LENGTH CORRELATED WITH X-RAY EMISSION CURVES FOR MOLYBDENUM AT 40 KV., COPPER AT 
3° KV, AND COBALT AT 25 Ky. 

(Note that the strong CoKa line falls to the right of the sensitive region, but the weak CoK@ 
falls within the sensitive region. This must be considered in the analysis. See discussion of Fig. 10 
and Addendum concerning Figs. 15 and 22, page 58.) 
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In the curves for absorption differential 
(42 — 41) discussed here and later, a nega- 
tive value implies that the second constit- 
uent is less absorbing than the copper-rich 
matrix and therefore details of the second 
constituent should appear dark on a lighter 
background in the matrix. The contrast 
will depend on the magnitude of (us — ) 
and on the size of the second constituent. 
For a given size of inclusion and negative 
“values of (u2— 1) the greatest contrast 
would be produced by a void or air pocket. 
For positive values of (us — u;) the second 
constituent should appear light against a 
darker background. For such cases the con- 
trast can become very high. 

As shown in Fig. 4, the emission from an 

_ X-ray tube consists not only of the mono- 
chromatic characteristic radiation but also 
of a “white” or “‘continuous”’ background 
containing many wave lengths. The in- 

tensity curve for this continuous radiation 
is analogous to the black-body curve for 
radiation from a hot body and both the 
intensity and limiting wave length depend 
upon the applied voltage. Superimposed on 
this continuous radiation is the high-in- 
tensity characteristic radiation that can be 
considered as essentially a single wave 
length. Thus, to obtain a true picture of 
the absorption of an X-ray beam in a 

“material, it is necessary to consider ab- 
sorption of all wave lengths in the white 
radiation as well as that of the characteris- 

- tic wave length. 

A similar consideration shows that in 
studying inhomogeneities it is necessary 
to evaluate the absorption differential 
~ (42 — m1) not only for the characteristic 
radiation but also for the various wave 
lengths contained in the white radiation. 

‘The photographic contrast is then de- 

‘pendent not on (J2/J;) for the char- 

acteristic rays, but on fJ2/fJ; where the 
integration is made over all wave lengths 
contained in:the X-ray beam.* 

The intensity of emission from an X-ray 
tube, including that of the characteristic 


rays, increases with increasing voltage and 
at the same time the limiting wave length 
of the background shifts to lower values. 
A correlation of the variation of absorption 
with wave length (Fig. 3) with the emission 
curves (Fig. 4) shows that the higher the 
voltage, the more penetrating, and there- 
fore the more important, becomes the 
radiation in the vicinity of the background 
peak. Suppose that in the incident beam 
the background peak has appreciable in- 
tensity and the absorption differential in 
the material is low as compared with the 
respective values for the characteristic 
radiation. As a result, the transmitted in- 
tensity of the background peak becomes 
comparable to that of the characteristic 
radiation and the photographic contrast 
obtainable from the characteristic rays 
alone is greatly reduced by the presence of 
the background peak. Thus, it is evident 
that the voltage as well as the target ele- 
ment must be considered in obtaining maxi- 
mum contrast without excessive exposure 
time. 

Emission curves at suitable voltages are 
shown in Fig. 4 for Mo, Cu and Co targets. 
Comparison with the absorption differen- 
tial curves for Cu-Fe alloys shows that high 
contrast is produced by Cu radiation at the 
appropriate voltage, since most of the 
emitted intensity falls in a region of high 
values for (2 — m1). For the Mo and Co 
targets, on the other hand, the characteris- 
tic radiation is in a region of low negative 
absorption differential and by itself would 
produce negligible contrast. At an unsuit- 
able voltage, however, some of the back- 
ground peak might lie in a region of 
appreciable absorption differential and 
result in a slight but visible contrast. 


EXPERIMENTAL PROCEDURE 


The general experimental procedure used 
has been outlined previously in some detail 
by Clark!? and by one of the present 
authors.* For coherence, however, a brief 
outline will be given here. Three X-ray 
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tubes were available in this laboratory 
with Co, Cu and Mo targets. These were 
operated on self-rectified voltage. The 
linear absorption coefficients for the three 


Si PMnFeCu Zn 


aa ae 


Sn 
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amination and scribing of a suitable region, 
they were mounted in lucite moldings with 
the unprepared surface facing outward; 
then in a lathe this second surface was 
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Fic. 5.—LINEAR ABSORPTION COEFFICIENTS OF CHARACTERISTIC RADIATIONS OF COBALT, COPPER 
AND MOLYBDENUM IN VARIOUS ELEMENTS. 


characteristic radiations in a large number 
of elements are shown in Fig. 5. From the 
values in this figure, absorption differen- 
tials between any two elements can be 
evaluated, and in this way it can be deter- 
mined which X-ray tube will give the 
greatest contrast for the alloy under 
investigation. The choice of voltage is 
dictated by an examination of the ab- 
sorption differential curves and of the 
X-ray emission curves in Fig. 4. 
Specimens were prepared by a procedure 
available in most metallographic labora- 
tories and previously described in some 
detail. Briefly, flat samples of essentially 
uniform gauge were polished on one surface 
for metallographic examination. After ex- 


turned down parallel to the polished face 
until the sample reached a gauge of about 
0.010 in. From this thickness it was hand 
polished on emery paper of varying grades 
until approximately the desired gauge was 
reached (0.005 in. or less) or until the speci- 
men began to loosen in the lucite mounting. 
If the latter occurred, the specimen was 
removed from the molding, remounted on 
a rubber stopper? with Cenco label varnish 
and the reduction in gauge continued as 
before. The surface was finally finished off 
on French papers to the 36 grade, using 
an oil film for the final stages. The entire 
procedure required about the same time of 
preparation as for a good metallographic 
specimen, 
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The foil-like specimen, after removal 
from its mounting, was placed behind a 
?g-in. hole in a brass plate, in which posi- 
tion the selected region was radiographed. 
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rated from the metal specimen only by an 
intervening single layer of black paper. 
Details of development have been given 
elsewhere. The radiographs were enlarged 


Fic. 6.—MICROSCOPE ARRANGED FOR ENLARGING RADIOGRAPHS. 


Eastman type 548-0 spectrographic plates 
(high resolution, 500 lines per mm.) were 
used throughout, with the emulsion sepa- 


TABLE 1.—Approximate Compositions of 
Alloys 
Baey Cu} Zn | Sn | Pb| Fe Miscellaneous 
| = = —_ 
I 80 |10 ia) 
er 71G2 (35 | 3 
III |66.5/27.9| 3.9 Ae 
IV) | 16369137-7 0.59, Mn 0.003 
Vi 159 |38. || 0-95 1.9 | Si 0.035 
VI /64.2/33.4) 0.4 0.9 | Mno.t1, Al tr. 
VII |60.6/37.8| 0.8 | lo.8 | Mn o.o1 
VIII |67.3/18.8 | 2.5 | Mn 4.7, Al 6.7 
IX |62 |34.8] 3.2 ; 
x 95.6) £ k.0. 4 Si 3 
XI |99.5 Tes. e 
XII 88.5) 9.7] 0.5, Ni I.1 
0.22 
XIII /88.5/} 9.7] Te 0.5, Ni I.1 
. P 0.22 
XIV |70 |30 ian 
XV _ |90 |10 ? | Mn? 


by the use of a metallographic microscope 
with transmitted light by placing the 
radiographic plate on the stage of the 
microscope and using a 45° mirror to direct 
the rays from the light source through the 
emulsion of the radiograph. 

Fig. 6 shows the assembly for this pro- 
cedure, in which the microscope objective 
and the small exposed circles on the radio- 
graph can be seen faintly reflected in the 
45° mirror. A magnification of too diame- 
ters was found most suitable for the greater 
part of the work, although higher magni- 
fications may be used, up to about 300 
diameters. 

A large number of copper alloys have 
been investigated by this procedure. Some 
of the more interesting and illustrative 
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results are shown and discussed in the fol- Approximate compositions are given in 
lowing pages, in order to indicate the scope Table 1 for the various alloys investigated. 
of the technique. Some of the examples Table 2 presents values for phase composi- 
studied were taken from defective material tion, density and absorption differential 


TABLE 2.—Approximate Compositions and Absorption Differentials for Phases Discussed 


in the Text 
EEE EE EEE ee 


Major Phase Minor Phase 
Attoy | NE | Son" 2 = ase 
Composition ae HA Composition Gu pe 
I 2b Co Cu, 3 Sn 8.9 | 785 | 76 Cu, 24 Sn 9 1,372 587 
2 8b Co ae Caliss 512m sow 8.5 | 725 | 61.5, 34.5 Zn, 4 Sn 8.5 801 76 
8c Mo 439 439 o 
2 ob Cu 70.7 Cu, 29 Zn, 0.3 Sn 8.5 | 474 | 65 Cu, 29 Zn, 6 Sn 8.5 oe ae 
96 Mo 442 = 
2 Cu, 38 Zn 8. 73 | 99.4 Fe, 0.6 Mn 7.85 | 2,471 1,999 
ae ot eS eis 90 Fe, 10 Mn 7.85 | 25455 2,068 
10d Co 692 | 99.4 Fe, 0.6 Mn 7.85 473 —219 
90 Fe, 10 Mn 7.85 751 59 
10¢ Mo 442 | 99.4 Fe, 0.6 Mn 7.85 300 —142 
90 a to Mn es 264 Se 
11b 60 Cu, Zn, § Sn 8. 490 | 100 Fe 7.85 | 2,472 1,982 
: on Zo < 66 Fe, 34 Si Gee 1,388 808 
tid Co 719 | 100 Fe 7.85 455 — 264 
66 Fe, 34 Si 6.1 415 — 304 
sPreA Mo 708 | 100 Fe 7.85 300 — 408 
66 Fe, 34 Si 6.1 167 — 541 
6 12b Cu 65 Cu, 33.5 Zn, 0.5 Sn, 8.5 | 484 | 100 Fe 7.85 | 2,473 1,989 
1 Al 90 Fe, 10 Mn ~7.8 2,234 1,750 
a 13b Cu 61 Cu, 38 Zn, 1 Sn 8.4 | 490 | 100 Fe 7.85) |) 2A73 1,983 
99 Fe, 1 Mn 7.85 | 2472 1,981 
8 150 Ca 73 Cu, 20 Zn, 7.Al ~7.7 | 421 | 65 Mn, 35 Fe ~7.5 2,226 1,805 
15¢ Co 957 2,273 1,316 
15d Mo 372 266| —106 
9 16b Cu 64 Cu, 36 Zn 8.5 | 477 | 100 Pb Ir.4 2,622 2,145 
Io L7 (GH) 99 Cu, Zn, 7? Si 8.9 ? Pb, 2 St 
at ae Cu too Cu 8.9 | 481 | 50 Cu, 50 Te ~6> 087 506 
12, 13) rob Cu 90 Cu, 10 Zn 8.8 | 480 | 50 Cu, 50 Te ~6> 987 507 
aot 26 P, 74 Ni 6 319 —I161 
T9¢ Mo 446 | 50 Cu, 50 Te ~6> 259) 1-287 
26 P, 74 Ni 6 226 — 22i 
14 21a Cu | 70 Cu, 30 Zn 8. 474 | 100 Fe 7.85 | 2,472 1,998 
as Veagee 694 455| —239 
94 22a Cu 90 Cu, 10 Zn 8.8 ? Fe, ? Mn 
22b Co 
22¢ Mo 


« The phase compositions indicated are approximations and are complete only to the extent required by the 
argument. In some cases, such as alloy 1, the extremes of the freezing range were necessary and have been given; 
in others, such as alloy 14, only an average composition for the matrix is listed, since variations in absorption in 
the brass were small compared with the difference between matrix and inclusions. In alloy 8 all the Mn was 
assumed concentrated in the segregated particles, though this was not necessary to explain the effect. Where 
definite compounds were assumed others might be equally valid; e.g., NieP, NisP or NisPs rather than NisP.. 
The general argument would not have been changed by such alterations. 

6 Estimated from ionic radii. 


and should not be considered as character- where the alloy structures were readily 

istic of a commercial product. deduced from the literature. In other cases, 
The photomicrographs and microradio- the values offered are for the individual 

graphs displayed are not always at the elements concerned. 

same magnification, but were taken in the 

same general region and are similarly Discussion or REsutts 


orientated with respect to metal flow and The alloys investigated fall into several 


other conditions. In some cases a scribed general classifications and shall be so dis- 
reference circle may be seen. cussed here. 
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Tin in Copper Alloys 


The absorption differential curves are 
shown in Fig. 7 for Cu vs. Sn as well as for 
the actual limiting compositions of the 
several alloys. These curves have the same 
general shape but differ somewhat in 


height; thus the conditions for maximum 


contrast are identical, but the contrast ob- 


tained will diminish with decreasing Sn 


t 


content. The radiation from either Cu at 
30 kv. or Co at 25 kv. gives excellent con- 
trast, whereas the contrast with a Mo tar- 
get at 42 kv. will be very small. 

In alloy I (80 Cu, 10 Sn, 10 Pb, as cast) 
already mentioned, solidification occurred 
in a composition range from 97 per cent 
Cu, 3 per cent Sn to 76 per cent Cu, 24 per 
cent Sn with the Pb thrown out as segre- 
gated clumps. The absorption differential 
for the limiting compositions of the Cu-Sn 


alloy was 5090 for Co K-radiation. During 


solidification the crystals begin to grow 
with spines of the copper-rich limiting 
composition while the final interdendritic 
material (neglecting Pb) contained the 
tin-rich limit of the composition range. 
The high value for the absorption differen- 
tial brings out in Fig. 2b with excellent 
contrast the dendritic growth of the cast 
structure. At room temperature no large 
redistribution of Sn had occurred, but the 
alloy consisted of two phases with a con- 
siderable composition range for each. This 
resulted in a smearing of the detail for 
optical! investigations so that the dendrites 
are not clearly indicated in Fig. 2a. 

Alloy 2 was a forged structure in an alloy 
of Cu-Zn-Sn. During solidification only a 
small variation in Cu and Zn occurred? 
while the Sn content varied in the range 
1.3 to 4 per cent. At room temperature the 


_ forged structure shown in Fig. 8a consisted 


of elongated grains of the alpha phase with 
an intergranular eutectoid of alpha and 
gamma phases. For the limiting composi- 
tions of this structure the absorption differ- 


ential was 76 with Co K-radiation. The 


4I 


microradiograph in Fig. 8b shows the tin- 
rich regions as light against the darker cop- 
per-rich material. The appearance of the 
radiograph can be readily rationalized 
with that seen in the photomicrograph. 
The detail is almost obscured in Fig. 8c 
(Mo-K radiation). The value of (uw: — p41) 
for Mo K-rays was zero, which would uot 
provide any contrast. The slight detail 
observablé was due entirely to background 
radiation. 

The material of specimen 3 consisted of 
Cu-Zn-Sn-Pb which solidified in the ap- 
proximate composition range’ 71 Cu, 29 
Zn, 0.3 Sn to 65 Cu, 29 Zn, 6 Sn with prac- 
tically no change in the Zn content (Pb 
a separate constituent). Fig. 9a shows the 
alloy in a forged condition with grains of 
the alpha phase, intergranular islands of 
alpha-gamma eutectoid, and dark clumps 
which presumably are Pb. The absorption 
differentials are given in Table 2. The 
microradiographs of Figs. 9b and c can be 
rationalized to agree with Fig. 9a, but give 
some additional information. The Pb is 
revealed as small white particles (Fig. 9c) 
but in addition there are many dark par- 
ticles of the same average size, which indi- 
cate minute voids. Thus many of the dark 
spots identified in Fig. 94 as Pb may have 
been voids. The tin-rich phase is light 
against the darker copper-rich phase in 
Fig. 9b; this was much more continuous in 
nature than was indicated in Fig. oa. 


Iron in Copper Alloys 


Studies of Cu alloys containing Fe 
offer a particularly strong illustration 
of the power of the microradiographic 
method. The absorption differential curve 
of Fig. 4 shows a highly sensitive band 
containing the wave length of Cu K-radia- 
tion but not that of Co Ka or Mo K. 
Thus strong contrast should result for 
Fe segregations inspected with Cu K-radia- 
tion, but no detail should be visible with 
either Mo or Co provided the tube voltage 
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is chosen so that no interference arises 
from the background peak. The values 
of (u2— pi) for both Mo K and Co K 
are negative so that Fe segregations in Cu, 


in the radiograph. The distracting details 
of the brass grain structure were eliminated 
and the Fe particles were shown to be 


considerably elongated. This property 


Fic. 10.—ALLoY 4 (COPPER-ZINC-IRON). 
a. Photomicrograph showing iron-rich particles. X 200. 
b. Radiograph: Cu radiation, 30 kv. X 100. Tron-rich particles are white. 
c. Radiograph: Mo radiation, 42 kv. X too. Iron-rich particles slightly darker than back- 


ground. ; , 
d. Radiograph: Co radiation, 30 kv. X 100. Iron-rich particles slightly lighter than back- 


ground. 


if revealed at all, would be dark against a 
lighter background which is the reverse 
of their appearance with Cu radiation. 
Example 4 consisted of Cu-Zn-Fe in 
the hot-forged condition. Comparison of 
Figs. toa and } demonstrates the clarity 
with which the Fe constituent was revealed 


Original magnifications given; reduced approximately one third in reproduction. 


was not strongly emphasized in the 
photomicrograph. The high Fe content 
of the particles was clearly indicated by 
comparison of Figs. rob and ¢ taken with 
Cu and Mo radiations, respectively. In 
the former the particles were white 
against a dark background while in the 
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latter they were very slightly darker than 
the background. 

With Co radiation, particles still were 
slightly lighter than the background, 


particles with Co radiation might be 
attributed to Mn. As shown in Table 2, 
if all existing Mn were dissolved in the 
Fe particles the value of (uz — fi) would 


Fic. 11.—ALLoy 5 (COPPER-ZINC-IRON-TIN-SILICON). 
a. Microradiograph showing iron-rich particles. X 200. 
b. Radiograph: Cu radiation, 30 kv. X 1oo. Iron-rich particles are white, voids are black. 
c. Radiograph: Mo radiation, 42 kv. X too. Black dots may be FeSi. 
d. Radiograph: Co radiation, 30 kv. X 1co. Black dots may be FeSi. 
Original magnifications given; reduced approximately one third in reproduction. 


which on first consideration would not 
have been expected for pure Fe. The 
chemical analysis (Table 1) showed the 
presence of a small amount of Mn. As 
will be discussed later, Mn has a high 
positive absorption differential for both 


Cu and Co radiations (Fig. 14) and 
therefore a slight indication of the 


still have been negative for Co Ka radia- 
tion. However, an alloy of 90 per cent 
Fe, to per cent Mn would have a positive 
differential for Co Ka radiation and a 
negative differential for Mo radiation. 
It could thus be suggested that the observed 
effect was produced by a highly localized 
distribution of Mn in the Fe particles, 
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which caused the concentration in some 
parts to reach a value as high as 90 per 
cent Fe and to per cent Mn. 

Referring to Fig. 4, it will be noted that, 


the Cu-Zn-Fe-Sn-Si. Again 
the iron-rich particles were clearly indi- 
cated as light against a dark background 
for Cu radiation, but for either Co or Mo 


composition 


Fic. 12.—ALLoy 6 (COrPER-ZINC-TIN-ALUMINUM-IRON-MANGANESE). 
a. Photomicrograph showing iron-rich particles. X 4oo. 
b. Radiograph: Cu radiation, 30 kv. X too. Iron-rich particles are white. 
Original magnifications given; reduced approximately one third in reproduction. 


whereas the Co Ka radiation falls in a 
region where (y2— yw) is negative for Fe 
inclusions in a copper-base matrix, at 
the same time the Co K@ falls within the 
sensitive region of high positive values for 
(u2 — i). Thus, although the intensity 
ratio between 6 and a lines is only 0.175, 
nevertheless the high absorption differen- 
tial for the 6 lines could readily cause the 
effect observed in the radiograph. We 
have already discussed an analogous case 
for one of the Sn alloys, in which case the 
background peak interfered with the 
results in a similar manner. 

From the two examples already en- 
countered, it can be seen that whenever 
paradoxical situations arise, involving 
very low contrast, a careful comparison 
should be made between the absorption 
differential curves and the X-ray emission 
curves before any final conclusions are 
reached. 

A second .example of an iron-containing 
alloy was examined in specimen 5 with 


targets either invisible or dark 
against a lighter background (Fig. 110, 
c and d). The particles were small and 
equiaxed as compared with the elongated 
particles of the previous example. Although 
the magnification lower than for 
the photomicrograph (Fig. 11a) the par- 
ticles were much more clearly indicated 
than in the latter. The three-dimensional 
nature of the sample is strongly em- 
phasized by the much greater apparent 
density of Fe particles in the micro- 
radiograph than in the photomicrograph. 
In all three radiographs certain dark 
features occurred, but these seemed to 
be more numerous with Co and Mo 
radiations than with Cu. The elongated 
black streaks as well as some rounded 
black markings were visible with all 
three radiations and probably indicated 
voids. The small rounded black markings 
with Mo and Co radiations considerably 
outnumber those visible with Cu and 
many of them can be matched up with the 


were 


was 
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iron-rich particles seen in Fig. 11b. These 
were probably due to the presence of Si 
in the particles. 

Other evidence has previously suggested 
the formation of an iron silicide when 
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being distributed among all of them as 
the solid solution. This agrees with the 
small number of dark spots in Figs. 11¢ 
and d compared with Fe particles in 
Fig. 110. 


Fic. 


13.—ALLOY 7 (COPPER-ZINC-TIN-IRON). 


a, Photomicrograph showing iron-rich particles. X 400. ; 
b. Radiograph: Cu radiation, 30 kv. X too. Fe particles are white. 


Fe and Si are both present in a brass. 
Fig. 4 shows that Fe has a small negative 
value of (ue — wi) for both Co and Mo 
radiations, but in other samples in our 
experience pure Fe particles have not 
been clearly visible with either of these 
radiations. Fig. 7 shows that either 
FeSi or FeSiz particles would satisfy the 
conditions; viz., a high positive value of 
(us — m1) for Cu radiation, which would 
show them with high contrast as white 
on a dark background; negative values 
of the differential for both Co and Mo 
radiations, but with | 2 - bal considerably 
greater than for Fe particles so that the 
iron silicide should be visible as dark 
particles on a lighter background. Since 
the Si is present in small quantity, in 
order to satisfy these conditions, it would 
have to be concentrated in a few iron- 
rich particles as the silicide rather than 


Specimens 6 and 7 (Figs. 12 and 13) 
are further examples in which the Fe 
distribution was extremely fine. Some 
of the details visible in the original enlarge- 
ment negatives at 100 diameters were of the 
order of o.t mm. or less. The actual 
particles were about 1o~* cm. in diameter. 
This was particularly evident in specimen 
7, where the Fe particles were not clearly 
resolved in the photomicrograph even 
at 400X magnification. 

For Fe in a Cu matrix the absorption 
differential (ue — wi) with Cu K-radiation 
is about 2000. For the brass under investi- 
gation the value would be somewhat less. 
Since equiaxed particles of 1o-4 cm. in 
diameter are clearly distinguished, one 
obtains (u2 — pi)fe = 2000 X 0.0001 = 0.2; 
or I3/7; =e" = 0.810. 

Thus a 20 per cent difference in trans- 
mitted intensity will readily reveal a 


ABSORPTION DIFFERENTIAL (UU. 
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difference in composition unless sensitivity Manganese in Copper Alloys 

is reduced by interference from the back- A similarity exists between these alloys 
ground radiation. In the present example and those containing Fe. Again the absorp- 
the detection of smaller particles was tion differential curve (Fig. 14) possesses 


je Hi) 


WAVELENGTH IN A 


Fic 14.—LINEAR ABSORPTION DIFFERENTIALS BETWEEN COPPER AND MANGANESE, TELLURIUM, 
NICKEL PHOSPHIDE AND LEAD. P 
Te and Ni;P2 curves superimposed below 1.37 A. 


probably limited by the magnification so a highly sensitive band containing in this 
that for larger inclusions a still smaller case the wave lengths of both Cu K and 


value of J2/I; would be satisfactory. Co K but not that of Mo K. Strong con- 
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trast would result for Mn segregations 
inspected with either Cu or Co targets, 
but no detail would be observed with Mo 
radiation or with Fe or Cr targets if the 
latter were available. 


cipitate, as indicated by the white particles 
revealed by Co radiation (Fig. 15c) but 
not by Mo radiation (Fig. 15d). By com- 
parison of Figs. 15) and c, it can be seen 
that the contrast was much greater with 


Fic. 15.—A.Lioy 8 (COPPER-ZINC-ALUMINUM-MANGANESE-IRON). 
a. Photomicrograph showing Mn-Fe particles. X 400. 
b. Radiograph: Cu radiation, 30 kv. X 100. Mn-Fe particles are white. 
c. Radiograph: Co radiation, 30 kv. X 100. Mn-rich particles are white. 
d, Radiograph: Mo radiation, 42 kv. X 100. Voids darker than background; no trace of Fe 
or Mn. 


Original magnifications given; reduced approximately one third in reproduction. 


Sample 8 was a manganese bronze, 
containing both Mn and Fe, with segre- 
gated particles as shown in Fig. rsa. 
Mn in this quantity would be in solid 
solution in Cu. In the present alloy, 
however, Mn was contained in the pre- 


a Cu target than with the Co target 
although the absorption differential curve 
for Mn vs. Cu has a considerably lower 
value for Cu rays than for Co. This 
indicates that Fe is also present in the 
segregated particles. 
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Lead in Copper Alloys 
The presence of Pb has already been 
indicated for previous examples. The 
absorption differential for Pb vs. Cu is 


low power before etching, this specimen 
seemed to have streaks parallel to the 
working direction. It was found extremely 


difficult to etch the specimen without 


Fic. 16.—ALLOY 9, LEADED BRASS. 
a. Photomicrograph showing Pb distribution. X 150. 
b. Radiograph: Cu radiation, 30 kv. X 100. Pb is white. 
Original magnifications given; reduced approximately one third in reproduction. 


everywhere positive except in a rather 
narrow region of wave lengths just short 
of the Cu K absorption limit (Fig. 14). 
Thus, for almost any target, Pb will be 
se shown as white on a dark background. 
Since the value of (u2 — pu) is quite high, 
minute particles can be detected. 

A specimen of cold-drawn leaded brass 
was chosen as specimen g. Figs. 16a and b 
demonstrate the appearance of Pb in a 
photomicrograph and in a radiograph. 
The shape of the Pb particles indicated 
in the photomicrograph was by no means 
a true picture; instead of the more or less 
rounded appearance shown under the 
microscope, the Pb particles were actually 
greatly elongated in the direction of 
working of the metal. The optical picture 
apparently represented the cut made by the 
plane of polish through various projections 
and irregularities in the Pb stringers. 

An interesting example of a leaded alloy 
was contained in specimen 10, which was a 
leaded silicon bronze. When examined at 


etching out the particles contained in the 
streaks. The particles were suspected of 
containing Pb but the etching properties 
were similar to neither Pb nor the silicon- 
rich particles found in ordinary silicon 
bronze. Under radiographic examination 
these particles showed sharply white with 
all three radiations as indicated in Fig. 17. 
However, the contrast was less strong 
with Mo radiation, which suggested a 
possible compound containing Pb and Si. 
Unfortunately, since the absorption dif- 
ferential is negative for Si vs. Cu for all 
radiations and is positive for Pb vs. Cu 
for most radiations, it was impossible to 
prove definitely whether or not such a 
compound existed. 


Tellurium in Copper Alloys 


The alloys of Cu containing Te have 
recently received considerable attention. 
Te vs. Cu has high positive values of the 
absorption differential for both Co and 
Cu radiations and a much smaller negative 
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value for Mo radiation. Te or a copper 
telluride should therefore appear white 
against a dark background with the 
former radiations, but would probably 
not be visible with Mo. 


to the telluride, one may expect to ¢n 
counter a precipitated nickel phosphide 
such as NisP. or NisPs. It would be 
desirable to distinguish between these 
compounds and this is difficult to do by 


ye 
Fic. 


17.— ALLOY I0, LEADED SILICON BRONZE. 


Radiograph: Cu radiation, 30 kv. X 100. Lead-rich particles are light against darker back- 
ground. Some particles have lower contrast than expected for Pb (Pb-Si?) : 
Original magnifications given; reduced approximately one third in reproduction. 


Specimen 11 was a defective sample of 
Cu containing Te. According to the photo- 
micrograph of Fig. 18a, the Te was 
segregated in small rounded particles, 
but the radiograph (Fig. 18b) showed 
that the particles actually were elongated 
into broken stringers. Fig. 18c shows the 
same material after an anneal in hydrogen 
at 815°C. The grain structure seemed to 
have opened up and the Te was now 
concentrated in rounded globules; a change 
that was not evident 
inspection. 

A more complex Te alloy containing 
also Ni and P was chosen for example 12. 
Fig. 19a is a photomicrograph of this 
alloy in the extruded condition showing 
elongated inclusions as well as grain- 
boundary films. In this alloy, in addition 


in microscopic 


microscopic methods. As shown in Fig. 14, 
the absorption differential for NisP2 vs. Cu 
is always negative except in an extremely 
narrow range between the K absorption 
limits of Ni and Cu. For all other wave 
lengths the phosphide will appear dark 
against a light background and _ the 
particles will be distinguishable from voids 
only by a judgment of the contrast or by 
close matching with a photomicrograph. 
The only strong radiations with wave 
lengths in the narrow band of positive 
differential are the Zn K, W L, or Os L. 
Unfortunately, as shown in Fig. 14, 
even in this region conditions are not very 
favorable, since the NisP, curve is almost 
superimposed on that of Te for all wave 
lengths below 1.48 A. Granted that the 
curve for a copper telluride would be 
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somewhat lower than the displayed curve, 
nevertheless the difference in contrast 
between telluride and phosphide would 
not be great. 


match between radiographs with Cu 
radiation and either Zn K or W L radia- 
tions as well as with the photomicrograph. 
Such radiations 


were not at present 


Fic. 20.—ALLOY 13 (COPPER-ZINC-NICKEL-TELLURIUM-PHOSPHORUS). 
a. Photomicrograph showing broken stringer of precipitate. X 200. 
b. Radiograph: Cu radiation, 30 kv. X 100. White discontinuous stringers of telluride. 
Original magnifications given; reduced approximately one third in reproduction. 


In Figs. 19) and ¢ are shown radiographs 
of this alloy with Cu and Mo radiations 
(the radiographs are out of alignment 
with the photomicrograph by about 45°). 
In Fig. 19 most of the white particles 
(telluride) are shown to vaguely follow 
the grain outlines although some cor- 
respond to the elongated particles of 
Fig. roa. In addition, a number of dark 
features may be observed, also mainly in 
grain boundaries. These might be presumed 
to be the phosphide. 

With Mo radiation, however, both 
telluride and phosphide should appear 
dark on a lighter background and for 
particles of the same size should have 
nearly the same contrast. Fig. roc for 
the Mo target shows no dark features 
to match the white details (telluride) on 
Fig. 19. Therefore the dark features 
seen in both of these microradiographs 
were probably voids. 

In order to detect the nickel phosphide, 
it would be necessary to make a close 


available in this laboratory; our facilities 
are being extended at the present time. 

A second sample of this alloy (specimen 
13) was examined after cold-working. 
In the photomicrograph (Fig. 20a) it 
was observed that the elongated inclusions 
were sometimes broken up into discrete 
particles by the cold-work. This was at first 
assumed to be a preferential etching effect. 
However, as shown in the radiograph 
(Fig. 20b) this condition was common to 
most of the inclusions. Since the majority 
of these were buried beneath the etched 
surface, the condition was thus shown to 
be truly a result of cold-work rather than 
of the etching technique. 


IDENTIFICATION OF UNKNOWN 
CONSTITUENTS 


The properties of the microradiographic 
technique explained and illustrated in the 
preceding sections may on occasion be used 
to identify the composition of unknown 
segregations or inclusions. 
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Example 14 was a chill-cast sample of 
70-30 brass containing minute inter- 
dendritic cavities. Figs. 21a and 6 are 
radiographs with Cu and Co targets, 


would also produce the same effect (Fig. 5). 
Thus it was suggested that the particles 
were an Fe-Mn alloy, since this would be a 
reasonable combination. One of the largest 


Fic. 21.—ALLoy 14. RADIOGRAPHS OF CHILL-CAST CARTRIDGE BRASS SHOWING FILMS OF IRON-RICH 
IMPURITIES. 
a. Cu radiation, 30 kv. X too. Fe is white, voids are black. 
b. Co radiation, 30 kv. X 100. No trace of Fe films. ce: : 
Original magnifications given; reduced approximately one third in reproduction. 


respectively. The former revealed films 
of impurities deposited in the cavities 
(white features) but these were not shown 
by Co radiation. From the information 
in Figs. 4, 5 and 14, it can be deduced 
that Fe was contained in the films. 
Example 15 was a sample of go-10 
brass that had been subjected to a swaging 
operation. Subsequent machining revealed 
a number of isolated groups of inclusions, 
which could be seen under a low-power 
microscope. Figs. 22a, b and c¢ are radio- 
graphs taken with Cu, Co and Mo radia- 
tions. A high positive value of (us — p)) 
was found for Cu, a much lower positive 
value for Co and a negative value for Mo 
radiation. Previous discussions of Fe 
inclusions suggest at once that these 
particles contained Fe, but a particle of 
pure Fe would not have a strong positive 
absorption differential for Co radiation. 
However, if some Mn were also present, 
the effect would be exactly that found 
here; elements between Nos. 42 and 60 


particles (about o.1 mm. diameter) was 
isolated under a low-power microscope 
and when examined by X-ray diffraction 
gave the characteristic pattern of Fe. 
This corroborated the radiographic results. 
The ambiguity regarding the second 
element could have been removed if 
additional radiations had been available. 
Because of the widely separated condition 
of the inclusions, spectrographic analysis of 
the alloy did not indicate their composition. 

Further information was also deduced 
from the radiograph. If the particles had 
been present previous to the swaging 
operation, the group should be extended 
in the direction of the metal flow. Since 
they were grouped in a rough circle, it 
was suggested that the particles had been 
introduced during or subsequent to the 
swaging procedure. 


SUMMARY AND CONCLUSIONS 


The microradiographic technique has 
been described and a discussion presented 
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of the basic laws of X-ray absorption 
upon which the method depends. 

A description has been given of the 
use of characteristic radiations of inter- 
mediate wave length and it has been shown 
that high sensitivity can be obtained in 
this manner. 

A number of examples have been dis- 
cussed, which indicate that the micro- 
radiographic method can serve as a 
powerful auxiliary to the metallographic 
microscope. Cases have been cited in 
which the radiograph revealed that the 
true shape of inclusions was different 
from that indicated by photomicrographs. 
Notable among these examples were the 
cases of Pb in cold-worked brass and Te 
in a cold-worked Cu-Te alloy. The choice 
of target element for maximum sensitivity 
in such cases depended upon the elements 
present in both matrix and inclusions. 

A still more valuable use for the new 
tool lies in the determination of the 
distribution of elements in multiphase 
alloys. Since the phase diagrams for most 
of the examples were well known, it could 
be seen that the distribution of elements 
indicated in the radiograph was well 
substantiated by prior knowledge con- 
cerning the phases. For the explanation of 
these results, a detailed explanation of 
the absorption differential curves 
necessary. 

From the results described, the step to 
further applications of the method is 
obvious. If a considerable number of 
different radiations were available it is 
evident that the element distribution in 
complex alloys could readily be deter- 
mined. This should be of assistance in the 
study of ternary, quaternary, and even 
more complex alloys. 

In the present investigation only three 
radiations were available, so that the full 
power of the method in this direction could 
not be exploited. However, provision is 
being made for additional radiations and 


was 


it is expected that further interesting 
examples willbe presented in the future. 

It must be emphasized that, for full 
value in the detection of the distribution 
of the elements, careful attention must 
be given to the operating voltage as well 
as to the choice of target element. For 
this purpose a study of the absorption 
differential curves,is necessary for each 
individual case. 
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ADDENDUM 


It should be noticed in Fig. 4 that the beta 
line for Co falls within the highly sensitive band 
for Fe in Cu alloys. However, the intensity of 
the beta line is only about one fifth that of the 
alpha line. As a result, for small Fe particles 
the disturbing effect of the beta line is not 
serious, and the particles are almost completely 
invisible with Co radiation as indicated in the 
paper. For large Fe particles, however, the 
absorption effect on the beta line is sufficient 
to reveal the particles with appreciable con- 
trast. This effect was neglected in the paper 
in Figs. 15-c and 22-b. When these radiographs 
were repeated with Co radiation from which 


As 


DISCUSSION 


the beta line had been eliminated by filtration, 
the particles of Fig. 15-c showed only faintly, 
indicating a small trace of Mn but not the large 
amount first indicated in the discussion of this 
figure; the inclusions shown in Fig. 22-b 
became slightly darker than the background, 


indicating that the particles were Fe without 


any trace of Mn. 


DISCUSSION 
‘ (Robert Treuting presiding) 


T. A. Reap,* Philadelphia, Pa——Dr. Maddi- 
gan, can you assume how much more it would 
be possible to increase the resolution you can 
get by this method? What are the limiting 
factors? 


S. E. Mappican.—In regard to the size of 
particles or contrast? 


T. A. Reap.—Size of particles. 


S. E. Mappican.—I think the resolution 


depends entirely on grain size of the radio- 


f 


graphic plates. With the present Eastman 
548-0 spectrographic plates (500 lines per 
millimeter), without using extreme care in the 
processing, too diameters is the limit of 
magnification. With extreme care, however, 
and with all conditions favorable, it is possible 


® to go as high as 400 diameters. However, the 


emulsion is not completely uniform, so that, 
even with a well standardized procedure, 


many radiographs will not be capable of 


400 diameters magnification. For a great 
many purposes 100 diameters or less is all 
that is required, and with reasonable care this 
magnification can be attained 1oo per cent 
of the time. 


F. N. Rarnes,j Pittsburgh, Pa.—I should 
like to ask Doctor Maddigan two questions: 
first, would it be possible to so calibrate the 
method that one might read the compo- 
sition at a specific point within a cored solid 

solution; second, is there any possibility that 
one could distinguish alpha and beta in man- 


_ ganese bronze in the alpha-beta range? 


* Ordnance Laboratory, Frankford Arsenal. 
+ Department of Metallurgy, Carnegie 
Institute of Technology. 


59 


S. E. Mappican.—I will answer Dr. Rhines’ 
second question first. The question of dis- 
tinguishing between alpha and beta depends, 
of course, on the relative solubility of the 
manganese in the two phases. I believe this 
could be done because, in the present alloy, 
which had not been homogenized to any 
extent, we could faintly distinguish between 
alpha grains themselves due to slight variations 
in the manganese content. This was in pictures 
taken with filtered cobalt radiation, where 
the disturbing effect of the small iron-rich 
particles was minimized. Of course, in the 
pictures where the field is crowded with small 
particles showing with high contrast, it is 
rather hard to distinguish any slight variations 
in the background of the matrix. 

With regard to the final determination of 
composition of the particles, we found that 
using cobalt-filtered radiation the particles 
were still visible, but with only slight contrast. 
In other words, the manganese content of the 
iron-rich particles is slightly greater than 
that of the matrix, but not nearly as high as 
we had at first interpreted it. 

The quantitative determination of composi- 
tion at a specific point in the field would, of 
course, involve densitometer measurements 
and I think this could be carried out in a 
semiquantitative fashion, but without any 
high degree of accuracy. The method is 
extremely sensitive to small variations in 
composition, particularly for elements such 
as tin. In any case, where the sensitivity is 
high because of high values of the absorption 
differential, variations involving only low 
percentages of the minor element could be 
detected with a fair degree of accuracy. 
However, where one encounters large amounts 
of the given element, then one would be work- 
ing with one phase on the upper flat region of 
the photographic exposure curve, where there 
would be little change in contrast for a large 
change in composition. Since one has to work 
with a contrast between the matrix and the 
secondary phase, it is not possible here to 
make a free choice of the region of the photo- 
graphic curve such as may be done in some 
types of intensity work. 

Suppose, for instance, one had a particle 
that was light against a dark background, the 
background being so black as to be on the 
upper flat part of the photographic curve. 


60 MICRORADIOGRAPHY—A NEW METALLURGICAL TOOL 


One could decrease the exposure so as to 
bring the background down onto a more 
sensitive region of the photographic curve, 
but then the particles themselves would be so 
underexposed that again the accuracy would 
be poor. Under certain conditions, however, 
the method could be used successfully, and 
it is possible that by a proper choice of radia- 
tion one could normally cause both phases 
to fall on the sensitive straight-line portion 
of the photographic curve, where intensity 
measurements usually are made. However, I 
do not believe that high precision could 
ever be attained unless it were possible to 
adapt the microradiographic method to the 
use of Geiger counters. 


L. Fercuson,* New York, N. Y.—I think 
you said that the specimens used should be as 
thin as possible. I should like to know the 
thickness of the specimens you used for your 
illustrations. I should also like to know whether 
the specimen does not have to be highly 
polished, at least comparable to that done for 
ordinary microscopic examinations. 

Another question also comes to my mind. 
You have two surfaces, a front surface and a 
rear surface. Do these surfaces have to be 
parallel? Some of your illustrations, for 
instance, look as though there is more exposure, 
or more light, in one corner than in another. 
Is that because the specimen was wedge- 
shaped rather than having parallel surfaces? 


S. E. Mappican.—The thickness of the 
specimens is controlled to some extent by the 
absorption coefficient of the matrix material 
and by the exposure time required. For copper 
alloys, most of our specimens are between 
0.005 and 0.002 in. thick. These thicknesses 
were readily attainable. Because of the time 
requirements, no description of the experi- 
mental conditions was given in the oral 
presentation. However, brief details are given 
in the printed version and also in several of the 
references. The polish needs to be fairly good 
in order to avoid the deleterious effect of 
scratches appearing on the radiograph, but the 
radiographs are not as sensitive to surface 
scratches as a photomicrograph would be at 
the same magnification. 


* Bell Telephone Laboratories. 


In regard to the question of whether the 
surfaces should be parallel, that depends on 
personal preference. We have frequently 
polished our specimens slightly wedge-shaped 
because this allows more latitude in exposure 
time. Thus while one part of our radiograph 
may be slightly off the optimum exposure time, 
another region where the specimen thickness 
is slightly different will be found to have the 
optimum exposure. Thus the number of 
exposures required to produce suitable results 
is reduced. As a matter of fact, some of the 
specimens shown here were made somewhat 
wedge-shaped for that reason. Perhaps these 
do not look so satisfactory when presented to 
an audience, but actually they are better for 
general use. It must be remembered in this 
regard that the useful range of the photo- 
graphic plate is much greater than is that of the 
printing paper. Thus, regions that may appear 
hopelessly blackened in the print actually 
show considerable useful detail in the enlarge- 
ment plate. 

There is no great difficulty in polishing a 
specimen so that it is quite flat and uniform 
in gauge if that is desired. One must start, of 
course, with a sample that has been cut flat 
and generally uniform in thickness, such as 
can be obtained by using a bandsaw with a 
suitable guide. The important step is to 
have the specimen in its Lucite mounting 
properly aligned in the lathe so that it is 
turned down uniformly to the o.oro-in. stage. 
From this point it is quite easy to maintain 
the uniformity during the hand polishing. 
If one is dealing with a magnetic material 
such as a steel, I understand that the whole 
process down to the hand-polishing stage 
can be done on a magnetic grinder (personal 
communication from Dr. H. T. Clark of 
Jones and Laughlin Steel Corporation). 


MeEmMBER.—With a photomicrograph, do 
you not obtain the same results in regard to 
the determination of shape, inasmuch as 
stringers are normal to the path of the beam 
you are projecting; and you can also see them 
as circular sections? Also, is a stereoscope 
possible for a deep specimen? Will it enable 
you to see in depth, instead of summing up 
the complete thickness of the sample in a 
single plane? 


DISCUSSION Or 


S. E. Mappican.—Clark, of the University 
of Illinois, has published a note regarding 
stereoscopic work, but I do not know what 
results he has had to date. I believe a stereo- 
scope would be just as valuable for this purpose 
as in large-scale radiography. 

In comparing the use of microradiography 
and photomicrography for the determination 
of the true shape of stringers, it is possible, 
of course, to obtain the true shape by the 
latter method, provided that the specimen 
is very carefully cut parallel to the stringer 
axis and at the same time one is fortunate 
enough to cut exactly through one or more of 
the stringers. On the whole, I believe the 
chances of obtaining a true picture are much 
better with the micro- 
radiograph than they are with a two-dimen- 
sional photomicrograph. Suppose, for instance, 
the surface is cut 15° or 20° off the stringer 
axis, and for simplicity let us assume that the 
stringers are long, slender cylinders. With the 
radiograph one still sees the full-length 
stringer, but foreshortened somewhat by 
viewing at 70° instead of go to the stringer 
axis. The photomicrograph, on the other hand, 


three-dimensional 


shows only a cut through the cylinder, 
which will result in an elliptical section. 
Where the stringers are quite irregular, as 
in the leaded brass shown in Fig. 16, it can 
be seen that the plane in the photomicrograph 
will in many cases cut projections from the 
main body of the stringer rather than cut the 
main stringer itself, and this may give an 
entirely false impression of the stringer shape. 


D. W. Smitru,* New Kensington, Pa.— 
This paper, coming at this time, will prove 
invaluable to others who may find micro- 
radiography useful in supplementing micro- 
scopic examinations. 

In regard to stereoscopic microradiography, 
I might mention that we have had a little 
experience with this in our Laboratories in 
connection with studies on spot welds in 
aluminum alloys. When the pairs of stereo- 
scopic radiographs are viewed by some suitable 
means, a three-dimensional effect is obtained, 
which appears to give a better impression 
of the shape of constituents or voids than does 
a single microradiograph. 


* Aluminum Research Laboratories. 


Metallography with the Electron Microscope 


By Cuartes S. BarRetT,* MemBer A.I.M.E. 


(Chicago Meeting, October 1943) 


Tuis paper is a progress report covering 
metallographic applications of the electron 
microscope that have been made during 
the past year at Carnegie Institute of 
Technology. An account is presented of 
the techniques that have been most satis- 
factory, the difficulties encountered, the 
resolution obtained, and the peculiarities 
that have been noted in the microstruc- 
tures. About 1200 exposures have been 
made during the year on the instrument, 
which is an RCA type Bz transmission 
microscope,! and a number of these have 
been selected to illustrate the results 
obtained. Prints are also included showing 
the common types of falsities—to borrow 
a term from the biological field, the 
‘“‘artifacts.”’ In brief, the paper is a record 
of our attempt to determine the value of 
the electron microscope in the study of 
the structure of metals and alloys. 

In addition to comments on techniques 
and the quality of photomicrographs 
obtainable with them, the paper discusses 
the nature of the etch attack on a few 
metals, and the possible relation between 
the fine structure revealed by etching and 
the mosaic block structure of the grains. 
Since numerous papers and reviews are 
available on the subject of imperfection 
in crystals, the comments here may be 
very brief; in fact, are restricted almost 
entirely to points having to do with recent 
theories relating the strength of metals 

Manuscript received at the office of the 
Institute July 6, 1943. Issued as T.P. 1637 in 
METALS TECHNOLOGY, September 1943. 

* Member of Staff of the Metals Research 
Laboratory and Associate Professor of Metal- 
lurgy at Carnegie Institute of Technology, 


Pittsburgh, Pennsylvania. 
1 References are at the end of the paper 


to imperfections and to spacings of slip 
lines. 


SPECIMEN PREPARATION AND PHOTOGRAPHS 


Mechanical polishing by hand was used 
throughout this work. Precautions that 
must be taken in microscopy at high — 
magnification, which have been well 
explained by Vilella in his book on Metal- 
lographic Technique for Steel, are likewise 
important with the electron microscope. 
This applies particularly to the need for 
repeated polishing and etching (each 
successive polish becoming less severe and 
each etch lighter), since the final etch 
should in general be no heavier than is 
used for oil-immersion optical microscopy 
and in many instances should be much 
lighter (compare Figs. 6a and 7a, 6d and 
76). An extremely light etch, of course, 
is incapable of cutting through a flowed 
layer of appreciable thickness. Unquestion- 
ably it would be very advantageous in each 
instance to compare the structures ob- 
tained by electrolytic polishing with those 
obtained by mechanical polishing, but 
difficulties with the electrolytic method 
have prevented this in the following collec- 
tion of prints. The choice of etchant is 
important, of course; for example, picral 
proved superior to nital for tempered 
martensite. 

With the exception of Figs. 15 and TG 
the replicas used were of silica, deposited 
upon polystyrene and floated from the 
polystyrene in ethyl bromide according to 
the method of Heidenreich and Peck.? The 
samples were mounted in Bakelite, polished 
and etched, then the polished Bakelite 
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Fic. 1.—PEARLITE IN QUENCHED EUTECTOID STEEL. X 20,000. 
a. Polystyrene-silica replica. 


b. Formvar replica, wet stripping. 
c. Formvar replica, scotch tape stripping separated under xylol. Picral etch. 
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Fic. 2.—PEARLITE IN EUTECTOID STEEL. X 20,000. 
a. Etched in boiling sodium picrate for 10 minutes. 


b. Etched in 0.5 per cent nital for r minute; cementite lamella nearly parallel to surface. 


CHARLES S. BARRETT 65 


surface was given a very slight coat of 
beeswax in ethyl bromide and placed in a 
mounting press under powdered poly- 
styrene. The press was heated to 150°C. 


that a batch of polystyrene that had been 
stored in its cardboard container for a year 
was much more likely to stain than was a 
fresh batch. Staining was avoided by mold- 
— ey IT ; 


Fic. 3.—SPHEROIDIZED STEEL. PICRAL ETCH. X 5000. 
a. 0.60 per cent carbon steel, spheroidized 8 hours at 650°C. 
b. Low-alloy steel, quenched from 1650°F., tempered 3 hours at 480°C., spheroidized 23 hours 
m 2t°775 C. 


before applying pressure, then cooled to 
70°C. while under a constant pressure of 
3000 Ib. per sq. in. The Bakelite-poly- 
styrene interface then cleaved apart very 
easily, exposing the molded replica of the 
specimen surface, on which the silica was 
deposited from a tungsten conical filament 
in a small chamber evacuated by an oil 
diffusion pump. The distance from filament 
to specimen was 13 cm. and care was taken 
to avoid overheating the polystyrene sur- 
face; heating times of 30 sec. were normal 
and it was found best to do the entire 
evaporation at one heating. 

Unless the specimen is thoroughly 
washed after etching there is likely to be 
an additional etching or a staining of the 
specimen during the molding operation. 
Fig. 130 illustrates the effect, and Fig. 13d 
may also be related to it. It was also noted 


ing in lucite, but difficulties were encoun- 
tered in removing the silica replica from 
lucite. “‘ Polystyrene lines,” which charac- 
terize incomplete cleavage of the plastic 
from the specimen, are readily recognized 
(Figs. 12a and 120) and these areas may 
be avoided easily in the final photography. 
It was felt that defective cleavages were 
so rare and so easily recognized that it was 
not worth while to resort to the more 
laborious method of etching the sample 
away from the specimen. 

The wet-stripping formvar method of 
Schaefer and Harker’ is illustrated in 
Fig. 1b. Resolution is good with this 
method, but appears to be slightly inferior 
to that obtained with polystyrene-silica 
method. There are also areas lacking in 
detail, where perhaps the formvar did not 
wet the surface. The same is true of the 
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dry-stripping method used for Fig. tc. 
The method illustrated in Fig. 1c, developed 
in this laboratory, consisted in stripping 
the formvar replica by means of intimate 
contact with scotch tape, then loosening 
the adhesive and freeing the formvar in 
a bath of xylol. Difficulties were encoun- 


obtained thus far, however, is 40 A., which 
is 100 times better than the optical micro- 
scope. Resolution in metallographic ap- 
plications is limited by the details that can 
be developed by etching and transferred 
to a replica, and the present results indicate 
that two spots 150 A. apart can be definitely 


TABLE 1.—Compositions and Treatments 


5 ————“——————— 


Metal Analysis, Per Cent 


Treatment 


High-speed steel............ C 0.70, Mn 0.24, Si 0.29, 
S 0.009, P 0.017, W 17.8, 
Cr 4.05, V 1.04, Ni 0.078 


GCOp per gesnnagsetee | entero O.F-H.C. 
Monel metal. 2a... 24.0 see. Ni 66, Cu 29, Fe 1, Al 2.75 
Tempered martensite........ IND 3.5;.(C102353) Cr as 


Spheroidized low-alloy steel..] Ni 3.5, C 0.35, Cr 1.5 


Spheroidized carbon steel....| 0.60 C 


tered from fibrous material and dirt in the 
adhesive which are insoluble in xylol. 

The specimens photographed in Figs. 1 
to 13 are listed in Table 1 together with 
thermal treatments. All plates were exposed 
at magnifications of 2000 to 6300 and 
subsequently enlarged; the plates used 
were lantern-slide, contrast emulsion; the 
objective-lens pole piece was that originally 
supplied with the instrument. 


Discussion OF RESULTS 


Resolution Obtained.—It will be recalled 
that the resolving power of a light micro- 
scope, which is limited by the wave length 
of the light used and the numerical aperture 
of the objective lens, seldom exceeds about 
0.5 microns (sooo Angstroms). The electron 
microscope, using a wave length only 
1/100,000 that of ordinary light, and an 
electron lens having a numerical aperture 
of about 0.02 instead of the usual 1.2 to 
1.4, Should have a theoretical resolving 
power some 15oo times better. The best 


See Figs. 6 and 7 for heat-treatment 


Hot-rolled rod, annealed r hr. at 800°C. 

Fig. 11a—annealed at 1800°F. and water-quenched 

Fig. 1rb—same as a plus 5 hr. at 1800°F. quenched 
in iced brine 

Fig. 11c—same as a plus 16 hr. at 1080°F. followed 
by furnace cooling at the rate of 14°F. per hour 

Fig. 11d—same as a plus 16 hr. at 1250°F. followed 
by furnace cooling at the rate of 13°F. per hour 
Fig. lo—sameas Fig. 11a. Etched before deformation. 

Austenitized 1650°F. for 244 hr., quenched in water 

Figs. 4b and 4d—tempered 3 hr. in salt bath at 570°C. 

Fig. 5—tempered 3 hr. in salt bath at 527°C. 

Figs. 4a and 4c—tempered 3 hr. in salt bath at 275°C. 

Heated at 1650°F. for 249 hr., quenched in water, 
tempered 3 hr. in salt bath at 480°C. 

Spheroidized 23 hr. at 775°C. 

Spheroidized 8 hr. at 650°C. 


resolved by the polystyrene-silica method, 
and roughly the same distances (perhaps 
slightly greater) by the formvar method. 
Registration of Surface Contour —Shad- 
ows and dark lines on the prints correspond 
to shadows in the electron pattern, and 
these occur where the replica appears thick 
and opaque to the electron beam. Now if 
a metal surface contains narrow grooves 
after etching, polystyrene will be pressed 
into the grooves and form projecting fins. 
It appears that silica is deposited uniformly 
over the surfaces of the flat places and on 
the sides of these polystyrene fins; all 
flat areas perpendicular to the electron 
beam then appear thin and transparent 
to the rays, while the fins, which present 
the film obliquely or edge-on to the beam, 
appear opaque. Projecting fins on the 
metal, which make narrow grooves in 
the polystyrene, register similarly. Abrupt 
steps at differences in level of the metal 
surface give dark lines. For example, if 
particles of one phase in a two-phase alloy 
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Fic. 4——TEMPERED MARTENSITE. PICRAL ETCH. 
a. Tempered to 400 Brinell hardness. X 5000. 
b. Tempered to 250 Brinell hardness. X 5000. 
c. Optical photomicrograph of 400 Brinell specimen. X 1500. 
d 


. Optical photomicrograph of 250 Brinell specimen. X 1500. 
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stand in relief above the surface or are 
depressed below the surface they are sur- 
rounded by dark lines. Indirect evidence 
can frequently distinguish elevations from 
depressions. * 


Fic. 5.—TEMPERED MARTENSITE IN LOW- 
ALLOY STEEL. 300 BRINELL HARDNESS. PICRAL 
ETCH. X 5000. 


Nature of Etch Attack—The etched sur- 
faces of single-phase metals and alloys 
frequently exhibit structures of remarkable 
interest, as will be seen from Figs. 8 to r2. 
It may be possible that the patterns pro- 
duced are in some way related to galvanic 
effects in the etchant, but it seems more 
probable that the effects are due to varia- 
tions in perfection of the crystalline grain, 


* The problem of deducing specimen contour 
from the photographs is treated in a current 
paper by R. D. Heidenreich.4 Stereoscopic pic- 
tures are recommended. However, even with 
these, in order to distinguish hollows from 
bumps and projecting fins from grooves, it is 
necessary for the operator to know which side 
is which on the silica replica; for example, by 
comparing the electron stereoscopic pictures 
with optical examination of the same spot on 
the specimen. 


since the patterns obviously change with 
grain orientation. The attack of the etching 
solution appears to be fastest along the 
boundaries of domains, much smaller than 
grains, which in copper are rod shaped 
(Fig. 8) and in Monel metal are equiaxed 
(Figs. 110, 11d, 12d).t The rod-shaped 
domains seen on the surface of deeply 
etched copper show the following striking 
features: 

1. The rod axes are approximately 
parallel in an individual grain, or at least 
in a large part of a grain, as if paralleling 
a crystallographic axis. 

2. The rods are equiaxed in cross section, 
having diameters of 0.1 to 0.5 microns 
(1000 to sooo A.) and lengths up to at least 
5 microns (50,000 A.). 

3. Different etching solutions have given 
patterns of similar character and roughly 
similar dimensions. 

4. The patterns are always irregular 
and do not provide evidence of a regular 
periodic imperfection in the lattice that 
has sometimes been postulated. 

5. The boundaries of the rods form a 
branching system of lines on the surface, 
resembling a map of rivers. 

The domains in Monel metal are smaller 
than in copper and appear to be equiaxed 
blocks about 0.05 or 0.1 microns in size 
in the quenched material (Figs. 10, 11a, 
11b) and about o.2 microns in the over- 
aged material (Fig. 11d, 12d). None were 
developed in the properly aged alloy 
(Fig. 11c), possibly because the etchant 
was controlled by the distribution of pre- 
cipitate, a fact that suggests that perhaps 
the pattern in overaged Monel is controlled 
by the precipitate rather than by a pattern 
of imperfections. 

7 An alternative interpretation is that the 
boundaries of these domains are attacked more 
slowly than the interiors and stand in relief. 
Although the pictures do not differentiate be- 
tween these alternatives directly, the nature of 
the etch attack of a grain in polycrystalline 
copper at a grain boundary strongly suggests 
that the dark lines represent grooves in the 


metal, and thus that the boundaries are at- 
tacked more rapidly (see Fig. 8a). 


CHARLES S. BARRETT 69 


If we assume, tentatively, that these 
domains are the mosaic imperfections in 
crystals about which so much has been 
written, it seems reasonable that each 
block, being approximately a_ perfect 
crystallite tilted slightly from its neighbors, 
should be attacked more slowly than the 
transition layers at the boundaries of the 
blocks. Furthermore, the blocks are of 
the order of size that has been deduced 
- from other evidence (Table 2). 


TABLE 2.—Order of Size of Blocks 


Dimen- 
sions, Nature of Evidence Reference 
Microns 
0.01 to I..| X-ray reflecting power Darwin 
Lt eae ee in Zn and | Straumanis® 
(oy, Aaa Segregation of Poin Bi | Focke?7 
7 Dislocation paths (theo- | Taylor, Koeler§ 
retical) 
0.5 dia. by 
a 
long....| Electron microscope, Cu | Present paper 
0.2 to 0.5.| Electron microscope, | Present paper 
K-Monel 


Cold-work appears to have the effect 
of fragmenting the domains in copper, 
producing more small ones, as will be seen 
from Figs. 9c and od, and making the 
etching attack much less uniform. In some 
instances banded effects are produced 
(Fig. 9d). Dimensions of 0.1 to 0.15 microns 
are common, which is about the size (0.07 
microns) estimated by Wood? for fragments 
in cold-worked copper, as judged by the 
uncertain method of widths of X-ray 
diffraction lines. This is also the lower limit 
(o.1 microns) assigned to fragment size 
in cold-worked (filed) copper by Brindley 
and Ridley’? on the basis of X-ray line 
widths and intensities. 

Spacings of Slip Lines—A large number 
of slip lines have been photographed in 
polycrystalline samples of copper and 
Monel metal, a few of which are repro- 
duced in Figs. 9a, 9b and 1o. The spacings 
of slip lines are greater—at these amounts 
of deformation—than the dimensions of 
the blocks revealed by etching. Distribu- 


tion curves for the spacings of the slip 
lines that were measured are given in 
Fig. 14. It is interesting to note that there 
is a marked tendency for the lines in 
Monel to be spaced 0.3 microns apart after 
a compression of a few per cent, while in 
copper that had received a similar amount 
of deformation by compression there was 
no preferred spacing between 0.3 and 2.5 
microns. The number of measurements 
made is too few to permit, at best, more 
than semiquantitative conclusions from 
the distribution curves. 

Spacings of Pearlite Lamellae—In the 
photomicrographs of the finest pearlite 
that could be produced in eutectoid plain 
carbon steel by a gradient quench (Figs. 
ra and 1d) it was found that the minimum 
interlamellar spacing that occurs with 
reasonable frequency is about 0.05 microns 
(500 A.); a mean value is o.1r microns 
(1100 A.). The nonlamellar areas in Fig. 14 
have dimensions approximately the same. 
These dimensions compare well with the 
spacings deduced less directly from optical 
photomicrographs (800 A. for pearlite 
formed isothermally at 600°C. in eutectoid 
plain carbon steel)!‘ and with the minimum 
spacings found by Mehl!® with the silver- 
collodion replica method. 

Spacings of Precipitated Particles —The 
precipitate causing age-hardening in 
K-Monel metal is in an extremely fine 
state of dispersion, and Fig. 11¢ contains 
the smallest details of any of the pictures 
taken in this laboratory up to this time. 
Many of the particles are spaced no more 
than 0.03 micron (300 A.) apart, and 0.05 
micron spacings are common. There is a 
suggestion of platelike shapes of the pre- 
cipitate, and of a Widmanstatten pattern 
in the alloy when aged to maximum hard- 
ness, as in this figure. 

Comparisons with Theories of Strength 
of Metals——Orowan" has suggested that 
the critical resolved shear strength for 
slip, 7, is related to the spacings of slip 
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Fic. 6.—HIGH-SPEED STEEL. FIRST PREHEATED 20 MINUTES AT I 550° F., THEN 2 MINUTES 45 
SECONDS AT 2350°F., OIL-QUENCHED. X 5000. 
a. No tempering. Rockwell C. 65.6. Etched 8 minutes in 4 per cent nital. 
6. Undertempered. Tempered 1 hour at s10°F. Rockwell C. 60.8. Etched 714 minutes in 2 
per cent nital. 


c. Properly tempered. Tempered 1 hour at 1020°F. Rockwell C. 64.5. Etched 714 minutes in 
2 per cent nital. 


d. Overtempered. Tempered 1 hour at 1290°F. Rockwell C. 46.2. Etched 114 minutes in 2 
per cent nital. 


as Ro Ss 
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Fic. 7.—HIGH-SPEED STEEL. 
No tempering. Etched 5 minutes in 4 per cent nital. X 5000. 
Overtempered. Etched 1 minute in }4 per cent nital. X 5000. 
Optical photomicrograph, same surface used for Fig. 6a. X 2500. 
Optical photomicrograph, same surface used for Fig. 66. X 2500. 
Optical photomicrograph, same surface used for Fig. 6c. X 2500. 
Optical photomicrograph, same surface used for Fig. 6d. X 2500. 


72 METALLOGRAPHY WITH THE ELECTRON MICROSCOPE 


planes in severely deformed metals by 
the formula 


es 
7 omh 


[1] 


where G is the shear modulus, S is the 
atomic spacing in the direction of slip and 
h is the spacing between active slip planes. 
From the curve for quenched Monel metal 
in Fig. 14, # may be taken as 3000 A. and, 
if G = 9,500,000 and S = 2.5 A., the 
strength calculates to 1300 lb. per sq. in. 
(resolved shear stress). The yield strength 
for an alloy in this condition is 50,000 lb. 
per sq. in., which would correspond to a 
maximum resolved shear stress of 25,000 
lb. per sq. in., hence the theoretical value 
is greatly in error. No particular value can 
be chosen for copper. Spacings around 2000 
and 3000 A., with G = 6.48 X 10° and 
S = 2.56, correspond to stresses of 130 
and go lb. per sq. in., respectively, and still 
greater spacings must occur frequently. 
Eq. 1 therefore predicts a very low yield 
strength for copper, a stress-strain curve 
that begins to round off at low stresses, 
and this is, of course, a familiar character- 
istic of copper. There appears to be a 
qualitative but not a quantitative agree- 
ment between these very fragmentary 
experiments and the theory mentioned 
above. 

Bragg’? has developed this thought 
somewhat further by applying the prin- 
ciple that when slip occurs the strain energy 
after slp must be less than the strain 
energy before slip. Bragg assumes that the 
elastic shear-strain energy of each mosaic 
block of the metal is reduced by a slip 
movement within the block, slip consisting 
of a movement by one atomic distance in 
the direction of slip, the distance S. If 
the thickness of the block is ¢, the strain 
energy in a cubic block before slip is 
14GV(«/t)? where V is the volume of the 
block and x/t is the elastic shear. After slip 
this is altered to 1¢GV[(« — S)/t]?, which 
must be a smaller value than the first if 


slip is to occur. Hence « must be greater 
than S/2. Since the maximum applied 
shear stress is not, in general, parallel 
to the slip plane, « must be about equal 
to S and therefore the resistance to shear 
should be given by the approximate relation 


TG, (7) [2] 


and the resistance to tensile stress should 
be 27. Bragg applied this equation to the 
mosaic fragments that have been estimated 
in various cold-worked metals from X-ray 
line widths, with considerable success: 
theoretical tensile strength in copper, 
48,000 lb. per sq. in.; in “pure iron,” 
18,000 Ib. per sq. in.; in “pure aluminum,” 
2000 lb. per sq. in. If one assumes that the 
domains brought out by etching and the 
spacings between particles in the photo- 
micrographs of this paper are the blocks 
that act as unit: in the way postulated by 
Bragg, the tensile and yield strengths 
computed from Eq. 2 are as given in 
Table 3. 


TABLE 3.—Theoretical Strengths Estimated 
from Block Size by Equation 2 


Block Theo- 
1ZE retical 
AS Yield Strengths 
Metal (Ap- | Strength, Observed 
proxi- Lb. per 
mate)| Sq. In. 
Copper, annealed | 3,0002/ 11,000 
Copper, com- 
pressed 75 per 
Gent Cs. ten 1,000 33,000 34,000 (tensile) 
K-Monel . : 
_quenched...... I,000 47,000 50,000 (yield) 
K-Monel, aged... 500 95,000 |120,000 (yield) 
K-Monel, over- 
ET (Cm Romecise 2,000 | 34,000 |100,000 (yield) 
Pearlite (finest). . 500 | II5,000 
Pearlite, mean in- A 
terlamellar 170,000 (yield)? 
Spacing eos. an I,100 52,000 


@ Diameter of rod-shaped domains. 
> Extrapolated value from isothermal reaction 
experiments.}!8 


Structure of Tempered Martensite—It 
has been very difficult to get reproducible 
and trustworthy results with tempered 
martensite (see, for example, Fig. 13). 
By comparing the appearance of spheroid- 
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Fic. 8.—HIGH-PURITY COPPER, 
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a, b and c. Potassium dichromate, sodium 
d. Ferric chloride, hydrochloric acid etch. 


ANNEALED I HOUR A 


Tt 800°C. X 10,000. 
chloride, sulphuric acid etch. 
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Fic. 9.—HIGH-PURITY COPPER. DICHROMATE ETCH. X 10,000. 


a and b. Slip lines produced by 5 per cent compression. Etched before compression. 


c and d. Compressed 72.1 per cent. Polished surface perpendicular to plane of compression. 
Etched before compression. 
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Fic. 10.—SLriP LINES IN K-MONEL, AS QUENCHED. ELECTROLYTIC ETCH FOLLOWED BY COMPRESSION. 
a. 5 per cent deformation. X 8000. 

b. 5 per cent deformation. X 8000. 

¢. 10 per cent deformation. X 7200. Shows annealing twin. 
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1.—K-MONEL METAL WITH VARIOUS HEAT-TREATMENTS. X 20,000. ELECTROLYTIC ETCH. 


Se Sa 


(10 PER CENT HNO, 5 PER CENT CH;COOH.) 

As quenched in water, 161 Brinell hardness. 

As quenched in iced brine. 

Aged to maximum hardness, 301 Brinell hardness. 
Overaged, 255 Brinell hardness. 


CHARLES S. BARRETT leh 


E ‘”, 4 
: we .. } : 
Fic. 12.—TvYPICAL FALSITIES, ‘‘ARTIFACTS.”’ 
a. Optical photomicrograph of defective polystyrene replica from tempered martensite, 
Shows styrene lines. X 200. 
b. Electron photomicrograph of a. X 5000. 
c. Electron photomicrograph showing folds in silica film. X 8000. 
d. Electron photomicrograph showing image doubling. (Specimen of Fig. 11d, K-Monel.) 
X 20,000. 


b 
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Fic. 13.—TYPICAL FALSITIES, “ARTIFACTS.” 

a. Tempered martensite, 350 Brinell. Appearance probably due to disturbed metal not com- 
pletely removed by etching. Very light picral etch. X 5000. 

b. Tempered martensite stained during polystyrene molding. 400 Brinell specimen. Very light 
nital etch. X 6000, 

c. Silica film of tempered martensite which has not been washed properly in ethyl bromide. 
Rings are from polystyrene. 400 Brinell specimen. X 5000. 

d. Silica film from faulty polystyrene replica of tempered martensite. X 6000. 


| 
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ized steels, Fig. 3, with quenched and 
tempered steels polished and etched in the 
same manner, some measure of confidence 
was attained, but the differences between 
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fresh metal, unroughened by etching and 
free from evidence of mosaic structure, 
which appear white on the print. The width 
of these strips corresponds to a displace- 


COPPER 


L40 160 180 200 220 2A0 


SPACINGS IN MICRONS 
Fic. 14.—DISTRIBUTION OF SLIP-LINE SPACINGS AFTER COMPRESSION OF 5 TO 10 PER CENT. 


the structures of Figs. 4a, 5b and 5 are still 
greater than they should be and doubtless 
indicate some variations in polishing or 
etching effects. Electrolytic polishing is 
being resorted to but this also gives the 
various structures of Figs. 4, 5, 13b and 
recy 

Structure of Slip Lines—It is evident 
from Figs. to and 11 that slip planes inter- 
secting the surface nearly perpendicularly 
produce a stepped surface with sharp step 
edges. Deformation at each plane appears 
to be confined to a plane or to a zone less 
than 200 or 300 A. wide. (How much less 
than this one cannot say because the thick- 
ness of the silica replica and the rounding 
of its upper surface at the edge of the 
step limit the resolution.) There is no 
evidence of closely grouped slip lines at 
each major step. The appearance of Fig. 9) 
is accounted for if slip planes come to the 
surface obliquely and expose strips of 


ment of about o.5 microns. If these white 
strips, owing to an optical illusion, appear 
to the reader to stand up from the etched 
surface, they may be made to appear as 
furrows in the surface by merely turning 
the page upside down. 
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DISCUSSION 
(E. E. Schumacher presiding) 


E. R. Parxer,* Schenectady, N. Y—I 
have just one addition to make which may be 
useful to those who are interested in using the 
formvar replica for obtaining electron micro- 
graphs. In the General Electric Research 
Laboratories, a Scotch-tape removal process 
has been used for stripping formvar from the 
samples, and in the technique used it has been 
possible to avoid the contamination of the 
formvar replica by the Scotch tape by cutting 
a }g-in. diameter hole in the Scotch tape over 


* General Electric Company. 


the section of the replica that is to be viewed 
under the microscope. When the Scotch tape 
is pulled from the sample, the part under the 
hole comes off with the remainder of the 
stripping. Then it can be cut from the Scotch 
tape. This makes it unnecessary to use a 
solvent to remove it from the tape. In that 
way it is possible to avoid the contamination 
introduced by the Scotch tape. 


F. Ketter,* New Kensington, Pa.—Dr. 
Barrett has indeed given a very interesting 
and timely paper on the use of the electron 
microscope for metallographic work. There is 
little doubt in the minds of those who have 
used the microscope that it will be helpful 
in the study of structures that are now sub- 
microscopic. The electron microscope has 
very high resolving power but at present the 
limitations are the methods of preparing 
samples to utilize the high resolving power. 
Dr. Barrett mentioned two of the methods 
that are used; namely, the formvar replica 
and the evaporated silica replica. Both of 
these depend on differences in thickness to 
give the image. 

There is a third method that has not been 
used to any extent in this country, which 
gives excellent results on some alloys at least. 
It is the oxide-film method. For aluminum 
alloys, it has been possible to produce an oxide 
film of satisfactory thickness, which does not 
show any structure and in which the con- 
stituents of the alloy remain in place. These 
constituents being of different atomic weights 
than the matrix will have different absorption 
characteristics. Thus, it is possible to have a 
positive electron microscope specimen instead 
of a replica. 

I think that when more satisfactory methods 
of sampling are worked out, we will be able to 
get a great deal of information in a range of 
alloy structures that have been submicro- 
scopic but on which a lot of speculation has 
been done as to what is actually present. 


A. H. Grister,* New Kensington, Pa— 
Dr. Barrett has found that the domains 
developed within the grains by deep etching 
are rod-shaped in copper and are equiaxed in 
Monel metal. The patterns are not regular and 


* Aluminum Research Laboratories. 
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show very little resemblance to the cubic 
structure of these metals. However, work 
done with deep-etched aluminum shows that 
the domains appear as well-developed cubes 
and apparently are related to the crystalline 
structure of the aluminum. This relationship 
is evident in the electron micrograph of a 
deep-etched aluminum alloy shown in Fig. r. 
The micrograph shows the cubic structure 
in two differently oriented grains adjacent to a 
grain boundary. The electron microscope 
specimen in this case was a special oxide film 
stripped from the deep-etched sample. 


L. S. Brrxs,* Washington, D. C.—Have 
you taken any pictures on unetched pearlite, 
Dr. Barrett? 


C. S. BARRETT.—No, we have not. 


L. S. Brrxs.——A method of electrolytic 
polishing has been developed which will not 
etch the surface of pearlite or tempered 
samples. A replica made after polishing shows a 
mosaic background but none of the pearlite 
lamellae appear and in tempered samples 
no coalesced carbides or other structure. 

A very light etch at low temperature on the 
same surface then brings out structures 
comparable to those seen on a light microscope. 


R. C. Woopwarp,j South Milwaukee, Wis.— 
This question, Dr. Barrett, is very elementary. 
On your Fig. 2b, of pearlite in eutectoid steel, 
there appears to be a tendency to pull the 
metal from the top of the illustration to the 
bottom; is that due to cold working and 
polishing? 


C. S. Barrett.—No, I think there is no 
smearing shown in Fig. 2b. I think the fractured 
edges of the carbide lamella stick up at an 
angle to the surface instead of perpendicular 
to the surface, as they do in Fig. 2a. 


* Naval Research Laboratory. 
+ Bucyrus Erie Company. 


R. W. Parcet,* Denver, Colo.—I should 
like to ask some of these men who have worked 
with the electron microscope if they have at 
this stage found it of any particular dis- 
advantage in loss of colors in various alloys, 
which the optical microscope often discloses? 


C. S. Barrett (author’s reply)-—Mr. 
Parker’s comments on the dry stripping of 
formvar replicas are a welcome addition to the 
paper. We have tried some of the techniques 
developed by Schaeffer and Harker at the 
G. E. Research Laboratories for stripping 
formvar replicas and have sometimes had 
success with them. On the whole, however, 
we find it a disadvantage to be required to 
have such a light etch that the formvar can be 
easily removed. With many of the etched 
surfaces we have tried to examine, we have 
been able to strip the formvar from the surface 
only where the Scotch tape actually touched 
the film. The polystyrene-silica method, on 
the other hand, can be applied either to a 
lightly etched or a deeply etched surface. 

I think many excellent electron micrographs 
may be expected from the oxide-film method 
in the hands of Mr. Keller and Dr. Geisler. 

Mr. Parcel’s question of the disadvantage 
resulting from the loss of color in electron 
micrographs is, of course, pertinent. Much 
of the metallographer’s lore has to do with 
color; however, color is still available in the 
range of magnification of the optical microscope 
and most constituents of alloys are visible 
in this range or can be made so with appro- 
priate heat-treatment. The electron microscope 
can hardly be expected to supplant the optical, 
but merely supplement it in certain problems 
where its extreme resolution justifies the added 
labor and time required, hence the lack of 
color in images is not very serious in metallo- 
graphy. In the study of bacteria and viruses 
the lack of ability to employ stains may be a 
relatively greater disadvantage. 


* Denver and Rio Grande Railroad Labora- 
tories. 


Application of Electron Microscope to Study of Aluminum Alloys 


By F. KEtter* anp A. H. Getster,* Juntor Memser A.I.M.E. 


(New York Meeting, February 1944) 


Some of the important changes that 
take place in the structure of aluminum 
alloys are largely submicroscopic in char- 
acter. This is especially true of the changes 
that accompany age-hardening and recrys- 
tallization. Although improved metal- 
lographic practices have been helpful in 
indicating some of these changes indirectly, 
results are limited by the resolving power 
of optical microscope lenses. The electron 
microscope, however, provides a new and 
important means for investigating the fine 
structure of metals in a range not possible 
heretofore. It is anticipated that this 
microscope will yield new and useful infor- 
mation to metallurgists when suitable 
techniques are developed to utilize its very 
high resolving power. 

Several unique methods have been 
devised to permit the examination of the 
structure of opaque samples by the electron 
microscope. These are all based on the 
principle of producing a very thin film that 
represents the prepared surface of the 
opaque metal sample, which can be exam- 
ined in the transmission microscope; how- 
ever, the available methods fall into three 
categories, depending on the manner in 
which the film is obtained. 

With the oxide-film method developed 
by Mahl*-!” a very thin surface layer of 
the metallographic sample is converted 

Manuscript received at the office of the 
Institute Dec. 21, 1944. Issued as T.P. 1700 in 
MetAts TECHNOLOGY, April 1944. 

* Metallography Division, Aluminum Re- 
search Laboratories, Aluminum Company of 


America, New Kensington, Pennsylvania. 
3 References are at the end of the paper. 


into oxide by a thermal, chemical or anodic 
treatment. After removal from the metal 
sample by one of the special techniques 
described by Evans,!® this oxide film is 
examined in the electron microscope, and 
is found to portray the structure of the 
original metal surface. Films formed on 
aluminum,*!* nickel,’ iron*®® and a 
nickel-beryllium alloy"! by heating; films 
formed on iron*? by chemical action; and 
films formed on aluminum*—!* by anodic 
oxidation, have been examined. 

The other two are more recent methods 
developed principally in this country; they 
consist in making the thin film in the form 
of a mold or replica of the surface contour 
of an etched sample. With the negative 
replica method the thin film is made 
directly on the sample; with the positive 
replica method it is made on a negative 
reproduction of the sample. With both 
methods, variations in the contour of the 
metal sample, caused mainly by etching, 
produce variations in the thickness of the 
surface replica. Because of the direct 
dependence of the amount of scattering 
of the illuminating electrons upon the 
thickness of the film penetrated, only the 
variations in thickness of the replica are 
responsible for tones in the electron image. 

Negative replicas are made by forming 
a thin film of some suitable material 
directly on the polished and etched metal 
sample, and derive their name from the 
fact that after removal from the sample 
they have the high and low points in the 
sample reversed, as shown in Fig. 1. Nega- 
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tive replicas for the examination of metal- 
lographic samples have been made by 
flowing onto the metal surface solutions of 
lacquers such as collodion!!!2.2° or form- 


ORIGINAL SAMPLE 


Density Distkieution 
In Oprica lwace 


Necative Repuica 
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process in which an initial negative mold 
is first made from the metal surface and 
then the thin replica is made from the 
initial mold. Positive replicas are so named 
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Fic. 1.—SCHEMATIC REPRESENTATION OF SPECIMENS MADE BY DIFFERENT METHODS, AND DENSITY 
DISTRIBUTION OBTAINED WITH THESE SPECIMENS. 


Fic. 2.—OxXIDE FILMS THAT SHOW A DEFINITE STRUCTURE FOR THE OXIDE. 


a. Film formed by heating a 0.9 per cent silicon alloy. X 20,000. 
b. Film formed on 99.95 per cent aluminum by anodic oxidation in a chromic acid electrolyte. 


X 110,000. 


varl2.21-23 jin volatile solvents and by 
evaporating or electrodepositing metals 
such as aluminum,”° beryllium?! or chro- 
mium!? onto the sample surface. 

Positive replicas are made by a two-step 


because they have high and low points 
corresponding directly to those of the 
metallographic sample as shown in Fig. 
1. The silver-collodion positive replica 
method!.25.26 consists of electrodepositing 
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oe : 
a relatively thick layer of silver onto the The polystyrene-silica method, '??" con 
polished and etched sample, removing sists of making the initial impression by 
the sample from the silver, flowing a molding the sample in polystyrene. After 


Fic. 3—APPEARANCE OF CONSTITUENT PARTICLES OCCLUDED IN ANODIC OXIDE COATINGS 
a. Cross section of an anodically coated 20 per cent silicon alloy showing particles of silicon in 
the oxide coating. X soo. 


b. Oxide film from a 3 per cent manganese alloy showing the constituent particles as they 
appear with vertical, reflected light. X 500. 
c. Same as 6 but with transmitted light. X 500. 


solution of collodion onto the silver and the metal is removed, a very thin film of 
removing the thin collodion replica from _ silica is evaporated upon the initial poly- 
the silver after the solvent has evaporated. styrene mold. The silica replica is then 
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removed by dissolving the polystyrene 
with ethyl bromide. 

The choice of the particular process to 
be used depends to a large extent upon the 


or condition of the metal specimen. In 
general, oxide films formed on samples by 
heating are not satisfactory because they 
are very porous and do not portray the 
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Fic. 4.—SCHEMATIC DIAGRAM SHOWING EFFECT OF CONSTITUENT PARTICLES IN OXIDE FILM ON 
DENSITY DISTRIBUTION IN ELECTRON MICROSCOPE IMAGE. 


metal or alloy to be examined and upon 
the specific features under investigation. 
Although the oxide-film method is found 
generally useful for the study of aluminum, 
satisfactory oxidation techniques are not 
yet known for all metals. This paper 
presents some of the results that have been 
obtained with both the oxide-film method 
and some of the replica methods in the 
study of aluminum alloys with the electron 
microscope. 


STRUCTURELESS OXIDE FILM 
FROM ALUMINUM 


Oxide films for use in studies of metal- 
lographic structures with the electron 
microscope should not display interfering 
features that are dependent primarily 
upon the manner in which the oxide film 
is formed and independent of the nature 


metal structure adequately. This is demon- 
strated by Fig. 2a, which shows an electron 
micrograph of an oxide film formed on 
an aluminum-silicon alloy sample by 
heating. 

Oxide films formed by anodic oxidation 
of aluminum in the electrolytes normally 
employed to produce protective coatings 
show a granular structure characteristic 
of the oxide when the films exceed a 
specific thickness less than the thickness 
most suitable for samples for the electron 
microscope. When films made in these 
electrolytes are formed to the required 
thickness, a granular structure of the oxide 
is always present, which tends to obscure 
the structure of the metal specimen. This 
is demonstrated by Fig. 2b, which shows 
an oxide film formed on aluminum by 
anodic oxidation in a chromic acid elec- 
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trolyte. Similar granular structures are 
observed for films formed in sulphuric 
acid, oxalic acid and borax-boric acid 
electrolytes.*° 

Two anodic oxidation treatments that 
produce almost structureless oxide films 
have been used by Mahl and others to 
study the microstructure of aluminum 
and its alloys. One treatment that employs 
an aqueous solution of borax and_ boric 
acid as the electrolyte*-!® has been used 
more extensively than the other. Thin 
films formed in this electrolyte, probably 
corresponding to the barrier layer, appear 
structureless;® however, thicker films ex- 
hibit at magnifications of about 10,000 or 
greater a structure somewhat similar to 
that shown in Fig. 2b. The second pre- 
viously used anodic oxidation treatment 
involves use of an aqueous solution of 
ammonium borate as the electrolyte.” 1° 
The films formed by this process generally 
have a granular texturet® but thin films 
can be formed that show little apparent 
structure (Fig. ro). 

The preliminary object of the present 
research was to develop an oxidation 
technique for making films for portraying 
the microstructure of aluminum and 
alloys without a superimposed characteris- 
tic oxide structure. Although fair results 
were obtained from films made in borax- 
boric acid and ammonium borate electro- 
lytes, an improved technique was desired. 
That a highly satisfactory technique was 
found is demonstrated by the electron 
micrographs included in this paper. 

The new procedure is also an anodic 
treatment, and consists of making the 
metallographic specimen the anode in an 
electrolyte containing 12 per cent di- 
sodium acid phosphate (NasHPO,) and 
0.4 per cent sulphuric acid in water, and 
using a lead cathode. The film thickness is 
dependent principally upon the applied 
potential and not upon the length of 
treatment in contrast to films formed 
in some of the other electrolytes that 


continue to grow rapidly in thickness with 
time. Potentials of 20 to 40 volts yield 
films of satisfactory thickness for electron 
microscope specimens. No difference in 
thickness could be detected in films formed 
by oxidizing for 14 to 45 min., conse- 
quently a time of 3 to 5 min. was selected, 
merely for convenience. 

Removal of the film is accomplished 
easily by using the mercury method.'*:!9 
The oxide film on the surface being in- 
vestigated is cut into small squares by 
scribing a network of lines about }¢ in. 
apart on the prepared surface. The sample 
is then immersed in a saturated solution 
of mercuric chloride for about 30 sec. 
During this time, mercury deposits upon 
the exposed aluminum along the scratches. 
The sample is then removed and placed in 
a dish of distilled water. The deposited 
mercury dissolves the aluminum at the 
interface and thus undermines the oxide 
film. The small squares of film float free 
from the aluminum after a short time and 
can be removed from the water bath with 
the specimen-supporting screens. 

The quality of the oxide film formed by 
anodic oxidation in the disodium phosphate 
solution is illustrated by Figs. 5 to 9. No 
granular structure was detected in these 
films at magnifications of from 2,000 to 
60,000 diameters. This is to be expected, 
from consideration of the manner in which 
this film forms. Evidently, this film grows 
to a limiting, barrier-layer thickness, after 
which growth stops because no pores 
develop. 


USEFULNESS OF THE OXIDE-FILM METHOD 


Like the replica methods, the oxide-film 
method is capable of faithfully reproducing 
the contour of the surface of the etched 
metallographic specimen. This is especially 
apparent in Figs. 5¢ and sd, which repre- 
sent the block structure of aluminum 
developed by deep etching. The image, 
however, is somewhat different from that 
obtained by the replica methods, as may 
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be seen from the schematic comparison 
of the methods shown in Fig. 1. Since the 
thickness of the oxide film is constant in 
the direction of growth—that is, normal 
to the original metal surface—parallel 
surfaces are represented by the same thick- 
ness of oxide, and thus appear with equal 
_ brightness in the electron image, analogous 
to the appearance of parallel surfaces in 
_ the optical image. This behavior is to be 
compared with that occurring with the 
replica methods, which represent parallel 
surfaces as areas of different brightness, 
dependent on the distances of the surfaces 
from some datum plane. 

Contrast or differences in brightness in 
the electron image of the oxide film origin- 
ate from differences in incident angle that 
the various plane elements of the structure 
make with the electron beam. As the angle 
between the surface element of the oxide 
film and the electron beam decreases, the 
distance through the film traversed by the 
electrons increases, and the intensity of 
the electron image decreases. Thus, surface 
elements normal to the electron beam 
appear bright, those parallel to the electron 
beam appear black, and those at inter- 
mediate angles appear various shades of 
gray, as shown in Fig. 5c. 

The action of constituent particles— 
particles of a second phase formed from 
the melt or precipitated from solid solution 
—during the formation and removal of the 
oxide films provides an advantage of the 
oxide-film method over the replica methods. 
During the anodic oxidation of aluminum 
alloys, some of the microconstituents are 
readily oxidized or dissolved, some are 
more slowly oxidized, and others are not 
oxidized but are left unattacked.*!~** Con- 
sequently, the oxide film may contain 
occluded particles of the unchanged con- 
stituents as shown in Fig. 3; it may contain 
occluded oxidation products of the con- 
stituent or it may contain holes correspond- 
ing to the constituent particles. In all cases, 
evidence of constituent particles is apparent 


in the electron image as shown in Fig. 1 
regardless of whether or not the particles 
are etched below the general surface level 
of the sample. 

The principal advantage of the oxide- 
film method is realized when the con- 
stituent particles or their oxidation prod- 
ucts are left embedded in or affixed to the 
oxide film as indicated schematically in 
Fig. 4. Under these conditions the contrast 
in the electron image will not only be con- 
trolled by differences in thickness of the 
oxide but also by the difference in electron- 
scattering ability of the aluminum oxide 
and the embedded or affixed particles. 
Since the ability to detect fine particles 
by the electron image depends upon the 
difference in brightness between the image 
of the particle and the background, the 
oxide-film method should be capable of 
revealing finer particles than are revealed 
by the replica methods, which are de- 
pendent upon thickness differences alone 
for image contrast. 


RESULTS OBTAINED BY THE OXIDE-FILM 
METHOD 


Block Structure 


Structures developed by deep-etching 
metals have provided an interesting subject 
for the electron microscope.?-510,12,13,16 
Under suitable conditions, deep etching of 
aluminum in solutions containing hydro- 
chloric acid and hydrofluoric acid first 
causes the formation of the familiar cubic 
etch pits shown in the electron micrograph 
in Fig. sa. Continued etching provides 
additional exposure of the cube faces, 
until the original metal surface is entirely 
removed. In this condition, shown by 
Figs. 5b to 5d, the structure appears to 
be composed of stacked blocks having 
surfaces composed of planes parallel to 
the cube planes of the lattice. 

The usefulness of the electron micro- 
scope in examining the block structure 
developed by deep etching is well demon- 
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strated by the comparison of the photo- within the grains and at the grain ae 
micrograph in Fig. 56 with the electron daries of the deep-etched sample, shown 


Fic. 5.—STRUCTURES OF DEEP-ETCHED SAMPLES OF ANNEALED 0.9 PER CENT SILICON-ALLOY SHEET 
a, Electron micrograph of cubic etch pits. X 4000. 


6. Optical photomicrograph of cubic block structure. X 500. 
c. Electron micrograph of cubic block structure within a single grain. X 8000. 
d. Electron micrograph of structure adjacent to grain boundary. X 8000. 


micrographs in Figs. 5c and sd. In addi- partly out of focus in the optical photo- 
tion to revealing details finer than those micrograph. This is possible because of 
resolvable with the optical microscope, the relatively great depth of focus of the 


the electron microscope is also capable electron microscope as compared with that 
of clearly focusing the different levels of the optical microscope. 
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The nature of the cubic structure de- 
veloped by deep-etching aluminum is not 
clearly understood. The cubic pattern is 
regular only in the sense that the faces 


of the structures developed by deep etch- 
ing, which can be obtained only by use of 
the electron microscope, will be funda- 
mental in fully comprehending the cold- 


Bd 


4 


Fic. 6.—STRUCTURES OF DEEP-ETCHED SAMPLES. 
a. Block structure of annealed commercial 1.25 per cent manganese-alloy sheet. X 4000. 
6. Structure of hard-rolled 1.23 per cent silicon-alloy sheet. X 16,000. 


developed form three sets of roughly 
parallel planes in each grain. The size of 
the blocks and their general shape vary 
considerably. Although the alignment of 
the blocks in a given grain is fairly con- 
stant, there are indications of slght 
orientation differences, which may account 
for this type of etching behavior. With 
some alloys, like the commercial wrought 
aluminum alloy 3S, which contains 1.25 
per cent manganese, the cubic faces may 
contain a fine structure of a more or less 
random pattern as shown in Fig. 6a. In 
cold-worked samples the block structure 
is not cubic but nonuniform, as shown in 
Fig. 66. Nonuniform block structures have 
been reported for aluminum in the cast 
and cold-rolled conditions whereas cubic 
block structures have been found only for 
annealed material.!® Complete knowledge 


working and recrystallization processes 
and the influence of various factors (such 
as the presence of fine constituent par- 
ticles) upon these processes. 


Precipitation from Solid Solution 


The electron microscope should be 
capable of providing much useful informa- 
tion on the size and distribution of the 
precipitate particles during the early 
stages of aging—information that can only 
be inferred from other types of examina- 
tion. Although the optical microscope 
reveals indirect evidence of precipitation 
in aluminum alloys in the early stages of 
aging and at low aging temperatures, *4~*” 
the platelike shape of the precipitate 
particles can be optically resolved only 
after relatively long aging periods or in 
samples aged at relatively high tempera- 
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tures.3® Theoretically, the electron micro- 
scope should be capable of resolving the 
precipitate particles when they are plate- 
lets only 10 A. or less in thickness and 


tron micrographs show the precipitate 
and the structure developed by deep 
etching in two samples of 3S alloy sheet 
fabricated by two different practices. The 


Sa. 


: - | 


Fic. 7—WELL-DEVELOPED PARTICLES OF SILICON PRECIPITATE IN DEEP-ETCHED 1.23 PER CENT 
SILICON-ALLOY SAMPLE. X 40,000. 


before they have grown in _ thickness 
sufficiently to diffract X-rays as three- 
dimensional crystals.*® 

The appearance of the precipitate as por- 
trayed by the oxide-film method varies 
with the nature of the precipitating constit- 
uent as well as with the manner of prepa- 
ration of the sample. Constituents such as 
Si and MnAl,, which are not dissolved or 
oxidized during the anodic treatment, ap- 
pear as dense, black particles of a charac- 
teristic shape in or on oxide films from deep- 
etched samples, as shown in Figs. 6b, 7, 8a 
and 86. Particles of silicon, which are prob- 
ably platelike in shape, are shown in Fig. 60. 
An electron micrograph of another area 
of this sample is shown in Fig. 7, where 
the silicon particles appear as six-sided 
plates in a number of different orientations. 
The optical microscope gives no indication 
of this shape because of its limited power of 
resolution. This is also true of the precipi- 
tate shown in Figs. 8a and 8b. These elec- 


one sample shown in Fig. 8a contains con- 
stituent particles considerably larger than 
those in the other sample shown in Fig. 80. 
This difference in size of the submicro- 
scopic constituent particles first revealed 
by the electron microscope is considered re- 
sponsible for pronounced differences in the 
characteristics of these two samples. 

The precipitate particles that are not 
oxidized during the formation of the oxide 
film may appear as outlined areas in photo- 
micrographs of oxide films from metallo- 
graphically polished and etched samples, as 
shown in Figs. 8c, 8d and 9. In Figs. 8¢ and 
8d electron micrographs are shown of 
oxide films from polished and etched sam- 
ples of the same two lots of 3S sheet shown 
in the deep-etched condition in Figs. 8a and 
8b. The flat constituent particles evidently 
are undermined during the etching treat- 
ment, and they fall out of the surface to 
leave cavities in the aluminum. This type 
of behavior is observed with the optical 
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microscope when the particles are larger. 
During the anodic oxidation treatment, 
the side walls and bottoms of the cavities 


GEISLER QI 
shows the influence of the aging temper- 


ature upon the particle size of the MnAlg 
precipitate formed during 16 hr. aging time 


c 


A 


Fic, 8—FINE CONSTITUENT PARTICLES IN ANNEALED COMMERCIAL 1.25 PER CENT MANGANESE 
Bre ; ALLOY SHEET. ; ; 
S t made by two different practices. X 16,000% 
_ Structures of deep-etched samples of shee iffe 
ae Structures of metallographically polished and etched samples of same material shown 
in a and b, respectively. Etched with 0.5 per cent HF. X 16,000. 


receive a thin oxide film, as does the 
general surface, and the presence of the 
precipitate is evidenced by the outlined 
cavities shown in Figs. 8 and 9. The latter 


in a high-purity aluminum-manganese 
alloy containing 1.08 per cent Mn. The 
precipitates in samples of two other com- 
positions aged in a similar way also appear 
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as outlined areas of which the average size similarity of the size and distribution of 
depends upon the aging temperature. The the outlined areas in Figs. 8c and 8d to 
size of the outlined areas in the three sets of the MnAl, particles in Figs. 8a and 8b is 


F1G. 9.—PRECIPITATION IN 1.04 PER CENT MANGANESE ALLOY 
Polished samples etched with 0.5 per cent HF. St ace oe al 
a. Aged 16 hours at 450°C. 
b. Aged 16 hours at 400°C. 
c. Aged 16 hours at 350°C. 
d. Aged 16 hours at 300°C. 


samples varies with temperature and com- good evidence that the outlined Res. 
position In a manner consistent with the actually represent precipitate particles. 


laws of precipitation. This fact and the When the precipitate particles are rela- 
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Fic. 10.—PRECIPITATION IN VARIOUS ALUMINUM ALLOYS. 

a. Alloy containing 1.23 per cent silicon solution-heat-treated and then aged_16 hr. at 215°C. 
Oxide film formed on electropolished sample in ammonium borate electrolyte. X 20,000. 

- $. Alloy containing 25 per cent zinc solution-heat-treated and then aged 46 days at 100°C, 

_ Oxide film formed on deep-etched sample in ammonium borate electrolyte. X 40,000. 

c. Commercial alloy containing magnesium, silicon and chromium solution-heat-treated and 
aged. Oxide film formed on polished sample in ammonium borate electrolyte. X 20,000. 

. d. Same material as c. Oxide film formed on electropolished sample in borax-boric acid elec- 


trolyte. X 20,000. 
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tively large and anchored deep into the 
matrix (compared with the thickness of 
the oxide film), as in a Widmanstatten pat- 
tern with plates at an angle to the plane of 
polish, the precipitate usually appears as 
white streaks corresponding to holes in the 
oxide film left by the cross sections through 
the precipitate plates. With constituents 
such as silicon, which are not oxidized or 
dissolved during the anodic treatment, the 
particles form discontinuities in the oxide 
film, and the film may be pulled from the 
particles to leave holes in the film. This 
might occur during the film-removal proc- 
ess if the film were freed from the aluminum 
before the mercury had freed the constit- 
uent particles from the aluminum. Such a 
case is represented by Fig. toa, which shows 
a Widmanstatten pattern of holes left by 
silicon particles in an oxide film from an 
aged aluminum-silicon alloy. Similar pat- 
terns of streaklike holes are also observed 
with aged aluminum-copper, aluminum- 
silver and other alloys in which the precipi- 
tate appears in a somewhat coarse Widman- 
stitten pattern and the constituents are 
oxidized or dissolved during the anodic 
treatment to leave gaps in the oxide film. 
When the precipitate particles are small, 
they may appear either as black particles 
or as white holes, depending upon whether 
or not the constituent is oxidized and dis- 
solved during the oxidation treatment. This 
factor depends not only upon the nature of 
the constituent but also upon the condi- 
tions of the anodic oxidation treatment. 
Electron micrographs of oxide films formed 
by two different anodic treatments on 
the commercial aluminum-magnesium-sili- 
con alloy 535 in the heat-treated and 
aged condition are shown in Figs. roc and 


rod. The constituents appear as black par- 
ticles in the film formed in the borax-boric 
acid solution using a potential of 30 volts 
(Fig. 10d), while some appear as white holes 
in the film formed in the ammonium borate 
electrolyte using a potential of 50 volts 
(Fig. roc). Similar white holes, probably 
corresponding to oxidized or dissolved 
precipitate particles that are exposed dur- 
ing the oxidation treatment, are observed 
also in films formed by the ammonium 
borate process on aluminum-magnesium 
and aluminum-zinc alloys, as shown in 
Fig. 10b. The larger, more or less outlined 
areas in Fig. 10b may be oxide-coated cavi- 
ties in the matrix left by the zinc precipi- 
tate particles exposed and dissolved during 
the deep etching. 


OBTAINED BY THE REPLICA 
METHODS 


RESULTS 


Although the oxide-film method is found 
in general to be very satisfactory for the 
study of aluminum alloys with the electron 
microscope, occasionally one of the replica 
methods can be used to advantage in spite 
of the increased time and work involved. 
With this view in mind, a few results ob- 
tained by the formvar and the polystyrene- 
silica processes are presented in Figs. 11 
and 12. Precipitation in a high-purity 
aluminum-copper alloy aged at 250°C. is 
shown in Fig. 11. Localized precipitation 
along slip-plane traces*4 is evident in. the 
optical photomicrograph in Fig. 11a for 
the sample aged 30 min.; however, the 
CuAl, particles cannot be clearly resolved 
with the optical microscope until after 
the sample has been aged for more than 
24 hr. at this temperature (see Fig. 11f). 
Electron micrographs of formvar films 


a. Optical photomicrograph of sample aged 14 hour. Polished sample etched in HF-HCI-HNOs. 


X 100. 


b. Electron micrograph of formvar replica from same sample. Electropolished. X 20,000. 


c. Electron micrograph of formvar replica from sample aged 2 hours. 


X 20,000. 


Electropolished. 


d. Electron micrograph of formvar replica from sample aged 24 hours. Electropolished. 


X 20,000. 


e. Electron micrograph of silica replica from same sample. X 5,000. 
f. Optical photomicrograph of same sample. X 500. 


Fic. 
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I1.—PRECIPITATION IN 4.5 PER CE 
AGED AT 250°C. 


For remainder of legend see opposite page. 
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mechanically stripped under water* from 
the aluminum-copper alloy samples aged 
for various time periods are shown in 
Figs. 11b to r1d. The Widmanstatten pat- 


remaining illustrations. An electron micro- 
graph of a silica replica from the same 
sample used for Fig. 11d is shown in 
Fig. r1e. The individual precipitate par- 


Fic. 12.—STRUCTURE OF EUTECTIC IN CHILL-CAST 3.5 PER CENT IRON ALLOY. 
Polished sample etched with o.5 per cent HF. 
a. Optical photomicrograph. X 1,500. 
b. Electron micrograph of silica replica. X 4,000. 


tern of precipitate particles and the growth 
of the particles during aging are evident. 

The true negative replica is represented 
by Fig. 11b, where the CuAl: particles 
left in relief appear as white cross sections 
through plates because of the smaller thick- 
ness of the replica at these particles. The 
replicas shown in Figs. r1¢ and 11d may 
be classed as modified negative replicas, 
because many of the white streaks repre- 
senting the CuAle plates have a deposit of 
etching products that reverse the tone 
contrast between the precipitate and the 
matrix. 

Two applications of the polystyrene- 
silica method are demonstrated in the 


* The formvar films may also be stripped 
from aluminum samples using the mercury 
method as used to strip oxide films. Mahl has 
used this method to strip lacquer films.4.!1,12 


ticles and the Widmanstatten pattern are 
not as distinct as those shown in Fig. 11d 
but are more clearly resolved than the 
structure visible with the optical micro- 
scope as shown in Fig. 11f. A fine eutectic 
structure of FeAl; and aluminum is shown 
in Fig. 12. The optical microscope resolves 
the particles in the coarser part of the 
structure as shown in Fig. 12a but the 
shape and boundaries of the finer particles 
are apparent only on examination with 
the electron microscope. 


CONCLUSIONS AND SUMMARY 


The results obtained in revealing the 
fine structure of various aluminum alloys 
by employing the electron microscope are 
considered encouraging. Many of the 
structures shown in this paper are far 
beyond resolution by the optical micro- 
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scope. Available methods for preparing 
specimens such as the oxide film, formvar 
replica and silica replica are compared 
and the results illustrated. A new method 
for preparing structureless anodic oxide 
films for use as electron microscope 
specimens is described in detail. In most 
instances the results obtained with the 
new method are considered better than 
those possible with the older methods. 
Further research is in progress to extend 
the application of the electron microscope 
for the investigation of submicrostructures 
of aluminum alloys. 
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DISCUSSION 


(W. A. Dean presiding) 


C. F. BArretr, Jr.* Teterboro, N. J— 
What amount of distortion occurs in removing 
these replicas from the surface of the original 
sample? 


A. H. GristEr (author’s reply).—In general, 
no evidence of any distortion has been observed 
in oxide films which might have been produced 
during their removal from the metal surface. 
This is to be expected, since a chemical removal 
process is employed in contrast to the mechani- 
cal removal processes used in some of the 
replica techniques. In the close vicinity of the 
scratches inscribed on the oxidized sample, to 
cut the oxide film into squares, naturally some 
distortion of the metal sample occurs, but these 
areas seldom fall within the field on the sup- 
porting screen that is examined in the electron 
microscope. 


_* Eclipse-Pioneer Division of Bendix Avia- 
tion Corporation. E 


M. L. Futrer,* Palmerton, Pa.—I would 
like to offer a suggestion regarding the ter- 
minology. The science of controlling the 
trajectories of electrons in a vacuum is known 
as electron optics. It follows, therefore, that 
the electron microscope is an optical instrument, 
as well as the conventional microscope. My 
suggestion is that we designate the two 
instruments as “light microscope” and “‘elec- 
tron microscope,” rather than optical micro- 
scope and electron microscope; that we term 
the two micrographs ‘‘photomicrograph”’ 
and “electron micrograph,” rather than photo- 
micrograph and electron photomicrograph. 


C. S. Barrett,{ Pittsburgh, Pa.—The 
anodic oxide replicas seem to be excellent for 
showing the deep-etched structure of aluminum 
alloys, which are particularly difficult samples 
to handle with the polystyrene silica method. 

T should like to suggest that there might be 
opportunities for misinterpretation of oxide 
replicas when they are used to count the 
number of precipitated particles per unit 
area of the surface. Is it not possible that an 
oxide film contains not only the particles 
trapped within it but also some particles that 
floated around in the liquid after the metal 
was dissolved? Any particles that fell on the 
replica and remained there would, of course, be 
counted along with the ones that are within 
the film. Could this account for the difference 
in the number of particles in Figs. roc and 
10d? 


A. H. Gertster.—It is possible that con- 
stituent particles loosened from the aluminum 
matrix during the film-removal process and 
unattached to the oxide film might be picked 
up on the film from suspension in the water 
bath; however, careful washing of the oxide 
film should remove these if a determination of 
particle number is desired rather than particle 
size and shape alone. In investigations of the 
latter features and in electron-diffraction 
studies, some such __ particle-concentrating 
scheme might be advantageous. 

I do not believe that there is any real 
difference in the number of particles repre- 
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Company. 
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sented in Figs. roc and tod if the white areas, 
faintly visible in Fig. 10oc and corresponding 
to holes left in the oxide film by particles 
oxidized and dissolved in the film formation 
treatment, are counted in addition to the 
black particles. We know that the conditions 
of anodic oxidation determine whether or not 
a particular constituent is oxidized and dis- 
solved by the electrolyte or is left unattacked 
in the oxide film. This is demonstrated by Figs. 
roc and tod, where one anodic oxidation 
treatment has left all the constituents or their 
oxidation products in the aluminum-oxide 
film, as shown by Fig. rod, but a different 
oxidation treatment has resulted in complete 
removal of some of the constituents or their 
oxidation products to leave the white holes 
in the aluminum-oxide film shown in Fig. roc. 


C. S. BArreEtT.—Do you think that Fig. 2a 
might have any particles picked up from the 
liquid? 


A. H. Grrts_ter.—Yes, but I do not think 
that they are all constituent particles from the 
alloy. I think that some of the large black 
particles in Fig. 2a are particles of a hydrated 
alumina, which under certain conditions may 
form during the film-removal operation. Some 
of the spurious material may also be particles 
of residual aluminum. Mahl!” and Fischer and 
Kurz®® have taken precautions to remove 
both these materials by washing the oxide 
films in dilute hydrochloric acid after removal 
from the aluminum. We have not considered 
this necessary, since it is usually possible to 
find many areas of the films that have no 
spurious material and that appear to be 
representative of the microstructure of the 
sample. 


G. E. Pettisster, Je.,* New York, N. Y.— 
Do the authors feel that the top surface 


* Columbia University. 
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of the oxide coating follows the contour of the 
surface or is the top surface smooth? In Fig. 
roa, might not there be some ambiguity about 
the interpretation of the light areas? 


A. H. Grtster.—There is no doubt that the 
top surface of the oxide film follows the contour 
of the samples as represented in Fig. 1. If 
the top surface were smooth, parallel surfaces 
at different levels in the microstructures 
such as those depicted in Figs. 5c and 5d 
would not appear with equal brightness 
but would have different brightnesses, depend- 
ing on the distance of the surface from some 
datum plane, as with the replica methods. 
The light areas in Fig. roa cannot be attributed 
to anything other than holes in the oxide 
film, probably where relatively large silicon 
particles had been located in the sample. 


MemsBer.—I should like to ask about 120. 
It has been indicated that in the silica replica 
process one surface would be flat, yet those 
particles all have a black edge around them. 


A. H. Gerster.—Whether the top surface 
of a replica is flat or follows the contour, I 
think depends upon the magnitude of the 
detail and change in contour present on the 
surface of the metal sample. With micro- 
structural features of the size shown in Fig. 
12b, where a distance of 4 mm. represents Ip, 
the top surface of the replica follows the 
contour to some extent over most of the 
particles represented. On the other hand, 
with much finer microstructural features, 
such as those represented in Fig. 1, where a 
distance of 44 mm. represents ry, the top 
surface of the replica is probably smooth as 
shown. This explanation is in agreement with 
results with silica replicas published by 
Heidenreich.28 Our observation with formvar 
replicas, however, indicates that the top 
surface remains flat over larger contour changes 
than does the top surface of silica replicas. 


Orientations in Diffusion Layers 


By SHUELING Woo,* CHARLES S. BARRETT, f MEMBER AND Ropert F, Ment,{ MemBer A.L.M.E. 


(New York Meeting, February 1944) 


WHEN one solid phase is generated from 
another, fixed and rational orientation 
relationships are observed to subsist 
between the parent and the new crystal. 
The principle has been proposed! that the 
relationships obtaining between the same 
two phases are identical whatever the type 
of phase change involved, or whichever of 
the phases may act as parent. Many types 
of phase changes have been studied: 
allotropic transformations in pure metals, 
precipitation from solid solutions, eutectoid 
decompositions, peritectic reactions, the 
formation of oxide layers, and others.” 

Phase layers generated by diffusion of 
one metal into another constitute an 
additional type of reaction. This report 
provides new data on the orientation 
relationships occurring between phase 
layers formed by diffusion, in the Cu-Zn 
system,§ and furnishes further evidence 
in support of the principle. 


MATERIALS AND METHODS 


The Cu-Zn system is especially suitable 
for these studies since the high vapor pres- 
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Institute Dec. 1, 1944. Issued as T.P. 1694 in 
METALS TECHNOLOGY, June 1944. 

* Division Chief, National Resource Com- 
mission Machine Works, Kunming, China; 
formerly graduate student Department of 
Metallurgical Engineering, Carnegie Institute 
of Technology, Pittsburgh, Pennsylvania. 

+ Associate Professor of Metallurgical Engi- 
neering, and member of staff, Metals Research 
Laboratory, Carnegie Institute of Technology. 

t Professor of Metallurgical Engineering and 
Director of the Metals Research Laboratory, 
Carnegie Institute of Technology. 

1 References are at the end of the paper. 
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sure of Zn provides an opportunity readily 
to create one phase poorer in Zn upon a 
parent phase richer in Zn by removing Zn 
by vaporization, or to reverse this process 
by adding Zn from Zn vapor; e.g., the 
beta phase can be found as a layer upon 
gamma by dezincing, or gamma can be 
found on beta by addition of Zn from Zn 
vapor. Since orientation relationships are 
to be sought, requiring crystals large 
enough for orientation determinations, it 
is convenient to prepare single crystals or 
large grains of the parent phase. 

The samples were prepared from oxygen- 
free high-conductivity copper and Horse 
Head zinc by melting under a borax flux 
in a graphite crucible. Large crystals of 
beta brass were grown by the strain-anneal 
method, in plates sectioned from the cast 
ingots, by the following procedure. Rock- 
well-hardness indents were made at 1 cm. 
intervals and with various loads, then the 
plates were annealed for 4 days at 700°C. 
in Nichrome boxes packed with beta-brass 
chips and graphite. Surface layers were 
removed by grinding and etching to a depth 
of about 1.0 mm., and individual grains 
were cut out. Crystals of alpha and gamma 
brass were prepared by freezing, by lower- 
ing a graphite crucible at speeds less than 
one inch per hour through a furnace held 
at a constant temperature above the melt- 
ing point. Single crystals were cut out with 
a jeweler’s saw, ground, polished and 
etched. Care was taken to remove cold- 
worked layers from the finished crystals 
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by etching, in order to minimize the danger 
of recrystallization, 

The compositions of the alpha, beta and 
gamma alloys were 70.0 per cent Cu, 30.0 
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matrix. The reflections from each phase 
were identified by the reflection angles 
and by the shape of the spots on the film, 
and the relative orientation of the phases 


Fic. 1.—SECTION THROUGH RIM OF BETA AND CORE OF ALPHA AFTER DIFFUSION AT 700°C. X 7. 


per cent Zn; 53.4 per cent Cu, 46.6 per cent 
Zn; and 33.3 per cent Cu, 66.7 per cent Zn, 
respectively. 

To produce the desired alloy layers on 
the surface by diffusion, each crystal was 
placed in a loose-fitting perforated box of 
brass having the composition of the layer 
that was to be produced, and the box, in 
turn, was embedded in chips of this same 
composition. Thus, for example, a crystal 
of beta brass was placed in a box of alpha 
brass and surrounded by alpha-brass chips. 
The crystal, box, and chips were then all 
sealed in evacuated Pyrex or silica tubes 
with a small amount of graphite and heated 
in furnaces controlled to +5°C. This 
arrangement provided a large surface area 
of the alpha composition to which the zinc 
vapor could diffuse from the beta crystal 
until the surface of the latter reached the 
alpha composition. After the diffusion 
treatment, each sample was quenched 
in iced brine, to avoid precipitation, and 
was cut, ground or etched so as to reveal 
the matrix together with the layer pro- 
duced by diffusion. 

X-ray photograms of the Davey-Wilson 
type? were prepared with a beam of Cu Ka 
radiation striking both phases at the inter- 
face between the diffusion layer and the 


was determined by plotting on stereo- 
graphic projections using a Wulff net 1534 
in. in diameter. In certain samples the 
diffusion layer contained crystallites differ- 
ing in orientation among themselves Beato 
6°; for these, the center of gravity of the 
cluster of spots was treated as the reflection 
from a single crystal. In some cases of this 
type the solution was checked by also 
solving the orientation of one crystallite 
of the group. Errors in reading and plotting 
the films probably do not exceed 2° and 
usually are less than 1°. 

Microscopic examination of the samples 
showed that in none of the experiments 
reported in this paper was there precipita- 
tion in any of the phases on cooling from 
the diffusion temperature to an extent that 
interfered with the interpretation of the 
X-ray photograms; in fact, only one of the 
samples contained enough precipitate to 
be detectable on the photograms. A photo- 
graph of this sample is shown in Fig. 1; 
the rim of beta surrounding the alpha 
core contains many precipitated crystals 
of alpha, but since the X-ray reflections 
from these were of lower intensity than 
the reflections from the core, it was not 
difficult to distinguish them in the diffrac- 
tion patterns. It was possible to analyze 


102 ORIENTATIONS IN 


the orientations of five grains in this rim, 
avoiding a portion of the rim that was 
recrystallized. 

When alpha was formed on beta at 


- 


Fic. 2.—SURFACE OF ALPHA PHASE FORMED 
ON CORE OF BETA AT 700°C. WITHOUT POLISHING 
OR ETCHING. X 300. 


Fic. 3.—SECTION THROUGH RIM OF ALPHA 
(GRAY) CONTAINING CHANNELS AND CORE OF 
BETA (WHITE), AFTER DIFFUSION AT 700°C. 
ETCHED WITH H2,O2 In NH,OH. X 7s. 


700°C., the surface developed the network 
of grooves shown in Fig. 2. The interior 
became perforated with hollow channels, 
showing as black dots and threads in Figs. 
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3 and 4, which appear to extend in cry- 
stallographically determined directions. 
These must result from the volume shrink- 
age that accompanies the loss of zinc in 


Fic. 4.—SAME SPECIMEN AS FIG. 3, ETCHED 
witH HNO3; CHANNELS IN ALPHA PHASE (TOP) 
SHOW PREFERRED DIRECTIONS. X 200. 


the formation of alpha, and is analogous to 
the cracking of oxide films that are denser 
than the parent metal on which they form. 

Cracking and recrystallization (with 
resultant loss of fixed orientations) of the 
layer formed by diffusion became a problem 
only when gamma was formed on beta at 
550° and at 500°. Near the beta-gamma 
interface, however, a sound layer of gamma 
was found (see Fig. 5) and it was possible 
to grind away the outer portion of the rim 
of gamma so that only the sound portion 
remained, and this alone was used for 
X-ray measurements. 


RESULTS 


When the relative orientations of a 
crystal and its diffusion layers had been 
determined, a plot was made showing 
poles of the low-indices planes {oor}, 
{110}, and {111} of the new phase on a 
standard stereographic projection of the 
matrix crystal. These poles were then 
rotated into a single unit triangle of the 
standard projection of the matrix crystal, 
using the rotation axes of symmetry of 
the matrix, A separate plot was made 
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for each set of poles in each series of 
experiments. 

The formation of beta from alpha was 
produced by the diffusion of zinc vapor 


103 

all experiments are summarized in Table 
* 

Te 


It is convenient to describe the orienta- 
tion relationships found in terms of the 


from beta into a single crystal of alpha 
at a temperature of 400°C. for seven days; 
this produced nine large beta grains on 
various faces of the crystal; the orientations 
of all of these are combined in the unit 
stereographic triangles of Fig. 6. The upper 
triangle in this and succeeding figures is 
the pole figure for {roo} poles of the new 
phase, the middle is for {110} and the 
lower is for {111}; the left-hand corner of 
each triangle is the pole of (100) of the 
parent or core crystal, the lower right 
corner is the pole of (110) and the upper 
right, (111). The poles of crystals in the 
diffusion layers are shown as small dots. 
Figs. 7 to 12 are similar stereographic 
projections covering the rest of the orien- 
tation determinations; the experimental 
conditions and the results obtained in 


= << 


Fic. 5 SECTION THROUGH RIM OF GAMMA FORMED ON CORE OF BETA (LOWER RIGHT) AT 550°C. 
X 100. 

_ Showing sound layer of gamma just above darkly etched core, adjacent to interface (black 

line). Surface material cracked and recrystallized into small grains. Glacial acetic etch. 


various ideal orientation relationships that 
have been proposed for transformations 
and Widmanstitten structures when body- 
centered cubic crystals form from face- 
centered cubic, or vice versa. These are 
listed in Table 2 and are plotted in the pole 
figures. 

The first of these four is indicated in the 
pole figures by small open circles (0), the 
second by filled circles (@), the third by 
crosses (), and the fourth by large open 
circles (O). 

Conclusions drawn from a comparison 
of these orientations and the plotted 
data are given in the last column of Table 


*To complete the series of experiments a 
layer of epsilon was formed on a crystal of 
gamma by diffusing 72 hr. at 400°C.,; the work 
was interrupted before the X-ray films from 
this sample could be analyzed. 
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t. It is shown that the orientations in 
Figs. 6 to 9 cluster about the Nishiyama 
and Kurdjumow-Sachs relationships, with 
greater scattering at the higher diffusion 
temperatures. 

None of the experiments seem to confirm 
Bggglid’s orientation, and there is little 
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sides of a single gamma crystal. An X-ray 
determination of this 650° experiment, 
however, is not available. 


DISCUSSION OF RESULTS 


The orientation relationships that occur 
between the alpha and beta phases in the 


TABLE 1.—List of Experiments and Summary of Results 


———— a |e 


Temper Write oe ee 
Results | Diffusion Parent ture o ae of Grains : : sonchi 
Plotted Layer Phase Diffusion, Disuewn: Investi- Type of Orientation Relationships 
Deg. C. ¥ gated 
Bigs On: a 00 7 98, Ia | Nishiyama | : 
Fig 4 a ee 3 108, 2a | Between Nishiyama and Kurdjumow- 
Wace Sachs 
Fig. 8.. a B 500 I Ila, 68 png Nishiyama and Kurdjumow- 
achs 
Rigor a B 700 £5) 19a,78 | Too scattered to distinguish type 
Fig. I0.. Y B 400 2 6y, 18 | Identical orientations in two phases 
Big. 11. Y B { 225 eh 6y, 28 | Identical orientations in two phases 
Fig. 12 B ¥ 400 res 38, ty | Identical orientations in two phases 
B y 650 P25 18, ly | Identical orientations indicated by 
indirect evidence 


support for the fourth simple orientation 
listed—in fact, for the most sharply 
clustered data (Fig. 6) this fourth orien- 
tation is clearly incorrect. While this 
orientation has not been proposed in 
earlier orientation studies, it was thought 
advisable to include it in the interest of 
completeness. 


Cu-Zn system have now been investigated 
for: (1) the precipitation of face-centered 
cubic alpha from body-centered cubic 
beta’-!! (2) the formation of beta from 
alpha by the peritectic reaction,'? and (3) 
the generation of beta from alpha and of 
alpha from beta in diffusion layers. In all 
these cases the orientations are the same— 


TABLE 2.—Ideal Orientation Relationships 


Type of Orientation Parallel Planes Parallel Directions Fae peak 
1. Kurdjumow and Sachs!.............. (111) f.c.c. |] (110) b.c.c. lees f.c.c. |] [1I1] b.c.c. 2) 
aayNishi varia’. aaecjeeet cies here (111) f.c.c. || (110) b.e.c. 211] f.c.c. || [1To] b.c.c. e 
ey BS epilds:c# eve Barats ise eee (100) f.c.c. || (100) b.e.c. [oro] f.c.c. || [or1] b.c.c. x 
Demet ciareve nate Saute Aaotey ais roheae, Se RNa (oor) f.c.c. || (E10) b.c.c. [110] f.c.c. || [rrr] b.c.c. O 


Figs. 10, 11 and 12 indicate that the 
relation between beta and gamma is always 
one in which the cube axes in the two 
phases are parallel—i.e., the orientations 
of the two phases are identical—both when 
beta forms on gamma and when gamma on 
beta, independent of temperature. The 
final experiment listed in Table 1 also indi- 
cated this relation by the fact that a single 
continuous crystal of beta formed on all 


they all lie close to the Kurdjumow and 
Sachs relationships, departing from this 
to some extent toward the Nishiyama 
relationship. 

The orientation relationships that occur 
between the beta and gamma phases in 
the Cu-Zn system have been determined 
for: (1) the precipitation of complex b.c.c. 
gamma from b.c.c. beta,!® and, now, (2) 
the generation of gamma from beta and 
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of ete Se 
ate from gamma in diffusion layers. In the principle that the orientation relation- 
e two cases the orientations are the ships obtaining between the same two 
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Fig. 6. At 400°C. Fig. 7. At 700°C. 
Fics. 6 AND 7.—POLE FIGURES FOR ALPHA — BETA. 
Orientation of diffusion layer shown by small dots in standard projection triangles of core 


crystal. 
Upper triangle is (100) pole figure, middle triangle is (110) and lower is (111). See Table 2 for 


keys to symbols representing ideal orientations. 
phases are identical whatever the type of 


phase change involved. This principle 
applies whatever the direction of the reac- 


same, an orientation in which the cube 
axes in the two phases are parallel. 
These data appear adequate to establish 
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In the generation of beta brass from 
alpha by the inward diffusion of Zn, for 
example, we may picture the process as 
occurring in the following way: The addi- 


tion, whichever of the lattices may act as 
parent. The identity in orientation rela- 
tionships appears to originate in an identity 
in the nature of the process by which the 


Fic. 8.—POLE FIGURES FOR BETA —> ALPHA AT Fic. 9-—POLE FIGURES FOR BETA — ALPHA AT 
EOOnG: 700°C. 
See Table 2 and caption of Fig. 6 for symbols. 


new phase forms in all the types of reaction tion of Zn produces a Zn concentration 
considered: in each case the new phase ap-_ that rises from the original alpha com- 
pears by nucleation in the lattice of the old. position at the core to the saturation 
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composition at the surface. The addition concentration fluctuations, characteristic 
of Zn proceeds by the adsorption of atomic of solid solutions, aid in the formation of 
layers of Zn upon the surface, and their such aggregates of atoms. These then trans- 
subsequent inward diffusion. This adsorp- form to nuclei of beta in a manner wholly 


/00 
EB POINTS 
1/0 110 
23 POIN ra 19 POINTS 
1/5 POINTS, /4 POINTS, 
/// /// 


FIG. 10.—POLE FIGURES FOR BETA — GAMMA AT Fic. 11.—POLE FIGURES FOR BETA — GAMMA AT 
400°C. 500° AND 550°C. 


Dots are poles of diffusion layer in standard projection of core. 


tion is a chance process, producing, even analogous to ordinary precipitation result- 
at the saturation limit, aggregates of Zn ing from temperature change. If surface 
and Cu atoms at or near the surface which adsorption is the predominating process, 
approximate the beta composition; normal _ the nucleation is at the surface, and is 
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analogous to precipitation at the grain 
boundary upon temperature change, which 
is known to produce orientations identical 
with those within the grain, as would be 


/00 


1/0 


‘// 


FIG. 12,— POLE FIGURES FOR GAMMA — BETA AT 
400°C. 

See caption of Fig. 10, 
expected.” If normal concentration fluc- 
tuations are predominating, nucleation 
may occur at the surface, or it may occur 


ORIENTATIONS IN DIFFUSION LAYERS 


below the surface; in the latter case, con- 
centration fluctuations below but near the 
surface will produce concentrations that 
have the beta composition; ordinarily these 
would disappear in the next time instant, 
but with Zn diffusing inward, adjacent 
regions reach saturation and prevent their 
dispersion; accordingly they become stable 
nuclei. 

Similar arguments can be advanced for 
the generation of alpha brass from beta 
by dezincing, and also for the formation of 
beta on alpha by the peritectic reaction. 
The identity in orientation relationships 
is, therefore, not surprising, for the argu- 
ment requires that all three types of 
reaction consist in simple precipitation 
from solid solution.* 

The temptation is strong to extend this 
principle into a general law, stating that 
the same two lattice types, whatever their 
composition, and in whatever alloy system 
they might occur, exhibit the same lattice 
orientation relationships. For example, 
Fe-Ni alloys exhibit the f.c.c. = b.c.c. 
transformation, and develop the same 
Kurdjumow and Sachs relationship and 
the neighboring Nishiyama relationship as 
the f.c.c. alpha and b.c.c beta phases in 
the Cu-Zn system; the same relationship 
is found between f.c.c. gamma Fe and 
b.c.c. alpha Fe,!” and between f.c.c. 
austenite and b.c.c. ferrite in proeutectoid 
ferrite,’ in bainite't and in tempered 
martensite;* and it is again found to occur 
between the f.c.c. alpha and b.c.c. beta 
phases in the Cu-Sn,!*!9 Cu-Al?! and 
Ag-Zn*° systems.} In the Fe-N system, in 
which b.c.c. alpha Fe precipitates f.c.c. 
FeyN, the composition planes have high- 
order indices, but the lattice orientation 
relationships, which have not been com- 
pletely determined, are probably very close 


*The orientation relationships observed 
between metals and the oxides formed upon 
them, and among oxides formed one upon 
another,!® may be argued in the same way. 

+ When transition lattices of the martensite 
type occur, forming by homogeneous shear 
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to the Kurdjumow and Sachs relationship. 
In the Cu-Pd superlattice, however, where 
on cooling the random high-temperature 
f.c.c. lattice transforms to the ordered low- 
temperature b.c.c. lattice, the orientation 
relationship is quite different.* Excluding 
superlattices, and not attempting to 
include any statement concerning compo- 
sition planes (thus leaving out of consider- 
ation the sequence of shearing mechanisms 
by which the new lattice forms from the 
old), the general principle is not in con- 
tradiction with information now available. * 


SUMMARY 


1. The orientation relationships between 
phase layers formed by diffusion in the 
Cu-Zn system have been determined. 

2. The alpha phase formed on beta, and 
the beta phase formed on alpha, at tem- 
peratures of 400° and 700°C., take orienta- 
tions clustering about the Kurdjumow and 
Sachs and the Nishiyama relationships. 

3. The beta phase formed on gamma, 
and the gamma phase formed on beta, at 
temperatures of 400° and 550°C., take 
orientations with all cube axes in the two 
phases parallel. 

4. These are the same orientations that 
occur when these phases form by precipi- 
tation on temperature change and when 
beta forms from alpha by the peritectic 
reaction. A mechanism is described which 
explains this identity in orientation rela- 
tionships as originating in an identical 
process of nucleation. 


and not by nucleation and growth, complex 
composition planes appear,? and these are 
sometimes observed even in reactions of the 
nucleation type,!5!4 yet even in these the 
orientation relationships between the new and 
the old phase are the same as those occurring 
in ordinary precipitation. : 

*It will be observed that in all cases cited 
the two phases are adjacent in the system, and 
that there is no great difference in mean atomic 
volume. In reactions where the atomic volumes 
of the respective lattice types have a greater 
difference, it is possible that new orientations 
may be observed, and if this should be so, the 
general principle will require modification, 
though not the limited principle. 
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5. These results confirm the principle 
that orientation relationships obtaining 
between the same two phases are identical 
whatever the type of phase change in- 
volved. This principle probably can be 
generalized to refer to any two lattice 
types, whatever their composition; limita- 
tions on the general principle are discussed. 
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(Robert Treuting presiding) 


R. Trevtine,* Murray Hill, N. J.—There 
is one question I should like to ask Dr. Barrett. 
He mentioned, in reference to Fig. 5, that 
he found that recrystallization took place 
following the diffusion heat-treatment. I 


* Bell Telephone Laboratories, 
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should be very much interested to know his 
thoughts as to the source of the recrystalliza- 
tions, residual strains, or whatever other 
mechanism it may have been. 


ee ie Pines iRene web echllcheni um leaes Di: 
Barrett points out that precipitation occurs 
in such a way that a particular plane of the 
precipitated crystal forms parallel to a definite 
plane of the host crystal. For example, (110) of 
the precipitate might form parallel to (111) of 
the matrix. Is it possible to explain why these 
two planes, and not some other two, should be 
parallel? 


C.S. Barretr.—There seems to be no simple 
rule that will cover all cases. A review of 


* Lehigh University. 
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published data for many alloy systems shows 
that a precipitated plate will not necessarily 
grow on a plane of greatest atomic density, 
nor even on a plane containing one of the 
closest packed rows of atoms, nor on the planes 
of cleavage, slip or twinning. It can be said, 
however, that in most alloys the atomic planes 
facing each other across the interface between 
the phases have very similar atom patterns 
and atom spacings, which would make the 
energy of the interface very small. Perhaps 
the new phase forms in such a manner as to 
cause the least increase in the energy of the 
system, or perhaps in some alloys the deter- 
mining thing is the activation energy that is 
required to shear or distort the existing crystal 
into the structure of the precipitate. 
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Factors Affecting Rates of Work-hardening in Primary 
Substitutional Solid Solutions 


By J. H. Frye, Jr.,* anp C. P. Sun,* MrmsBers A.I.M.E. 


2 (New York Meeting, February 1944) 


A PRIMARY substitutional solid solution 
is a solution that has the same crystalline 
structure as the solvent metal, and in 
which solute atoms have replaced solvent 
atoms at random on the host lattice. 
This replacement usually results in an 
increase in hardness as measured by 
conventional penetration tests. The factors 
controlling this hardness increase have 
been investigated in some detail for copper 
and silver alloys.-* It has been shown 
that at least four factors are involved: 
(1) concentration of solute, (2) row of the 
periodic table from which the solute is 
taken, (3) increase in lattice parameter of 
the solvent produced by the solute, and 
(4) work-hardening produced by pene- 
tration of the hardness indenter.*-* 

The last factor is of the utmost im- 
portance. An investigation of the available 
data®4 leads to the conclusion that the 


solutes that produce large hardness in- 


creases in copper or silver do so principally 
because they increase the rate of work- 
hardening. Furthermore, it is doubtful 


_ whether any solute produces appreciable 


hardening in the absence of plastic de- 
formation and hence work-hardening. 
Thus it is clear that an understanding 


of the effect of solutes on rate of work- 
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hardening is essential to an understanding 


of the hardness of solid solutions. 
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This effect of solutes is also important 
in forming operations such as rolling or 
deep drawing. The presence of elements 
that confer rapid rates of work-hardening 
will increase power consumption and may 
well decrease the amount of deformation 
possible between anneals. 

This paper is the report of an investiga- 
tion of the factors that control rates of 
work-hardening in copper and silver solid 
solutions. The silver and copper alloys 
considered are those in which all solutes 
are from the B subgroups or second short 
period of the periodic table. Experience 
with hardness, with structure of alloys, 
and with electrical conductivity has 
proved that results of a fundamental 
nature are most likely to be obtained if 
alloys are made up on the basis of the 
positions of the constituent elements in 
the periodic table. 

In previous work, Meyer analysis data 
on high-purity copper and silver solid 
solutions were obtained through careful 
measurements with fully calibrated equip- 
ment and these data were corrected to 
correspond to a standard grain size. From 
these corrected Meyer analysis data 
rates of work-hardening have now been 
calculated. 


CALCULATION OF RATES OF WORK- 
HARDENING 


The Meyer analyses, on which this 
study of rates of work-hardening is based, 
consisted in determining impression 


Iit 
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diameters produced. by a 4-mm. ball 
forced into the metals ior alloys under 
various loads. Penetration of a testing 
ball results in work-hardening, which 


MEYER HARDNESS (Kg/mm’) 


IMPRESSION DIAMETER (Mm) 


Fic. 1.—INCREASE IN HARDNESS DUE TO 
PLASTIC DEFORMATION PRODUCED BY PENETRA- 
TION OF A 4-MILLIMETER BALL [NTO PURE COPPER 
AND INTO COPPER CONTAINING VARIOUS ATOMIC 
PERCENTAGES OF ARSENIC. 


increases with increasing penetration. It is 
possible from such data to construct curves 
for hardness vs. impression diameter which 
are essentially stress-strain curves.® Typical 
curves are reproduced in Fig. 1.4 These refer 
to pure copper and to copper-arsenic solid 
solutions of the atomic composition indi- 
cated. They cover the range from a 1 
to 4-mm. impression, which is roughly 
the range covered in the experimental 
measurements. The slope of such curves 
at any point gives the rate of increase of 
hardness with impression diameter and 


this is a measure of rate of work-hardening. 
For purposes of this paper rate of work- 
hardening will be defined as rate of increase 
of hardness with impression diameter. ( 


RATE OF WORK HARDENING (Kg/mm’) 


160 200 


(o) 40 80 120 
PARAMETER INCREMENT A°x 1074 


Fic. 2.— RELATION BETWEEN RATE OF WORK- 
HARDENING AND EXPANSION OF CRYSTAL 
LATTICE OF SII\ER PRODUCED BY VARIOUS 
SOLUTES. 

The two upper curves refer to a 1-mm. im- 
pression; the two lower curves to a 4-mm. 
impression. Plain rectangles refer to solutions 
containing 2 atomic per cent solute and 
rectangles with crosses refer to solutions 
containing 4 atomic per cent solute. 


The Meyer’ hardness is defined as 
P = 4L/x@? 


where 
P = Meyer hardness, 
i, = load, 
d = impression diameter. 


It has been shown that 
i —aa® 


where a and » are constants. 
It follows that 


P = 4ad°—*/r 


The slope of curves such as those of Fig. 1 
at any given point is then given by the 
equation 


dP/dd = 4a(n — 2)d*-3/z 


J. H. FRYE, JR. 


From previously published Meyer analysis 
data,?4 values of dP/dd have been cal- 
culated for 1-mm. and 4-mm. impressions. 
These have been designated respectively 


RATE OF WORK HARDENING (Kg/mm?) 


° 40 80 
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increment for solutions in which both 
solute and solvent are from the same 
period of the periodic table. It is believed 
that most points are accurate within the 


160 200 240 


120 
PARAMETER INCREMENT A°x iO™* 


Fic. 3.—RELATION BETWEEN RATE OF WORK-HARDENING AND EXPANSION OF CRYSTAL LATTICE OF 
COPPER PRODUCED BY VARIOUS SOLUTES. 
The two upper curves refer to a 1-mm. impression; the two lower curves to a 4-mm. impression. 
Plain rectangles refer to solutions containing 2 atomic per cent solute and rectangles with crosses 
refer to solutions containing 4 atomic per cent solute. 


as dP,/dd and dP,/dd. The Meyer hard- 
ness corresponding to a 4-mm. impression 
for these alloys is roughly double that 
corresponding to a 1-mm. impression. 
Thus these values cover a considerable 
range of work-hardening. Values have been 
listed in Table 1x together with atomic 
percentages of solute and changes in 
lattice parameter of the solvent s produced 
by the solute.”:*° 
Factors AFFECTING RATE OF 
WoRK-HARDENING AND HARDNESS 


In Figs. 2 and 3, rate of work-hardening 
has been plotted against lattice-parameter 


limits indicated by the rectangles. Lattice- 
parameter increment is the difference 
between the lattice parameter of the pure 
metal and that of the solution. It is clear 
from this figure that at least three variables 
are involved. These are concentration of 
solute, plastic deformation as measured by 
impression size, and lattice expansion 
produced by the solute. When the first 
two variables are held constant, a linear 
relation within limits of experimental 
error is revealed between rate of work- 
hardening and lattice expansion. Table 1 
shows, for the silver alloys at least, that 
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yet another variable is involved. This is the 
period of the periodic table from which the 
solute element is taken, since the relations 
for silver alloys shown in Fig. 2 hold 
only when solute and solvent are from 
the same period. 


TaBLe 1.—Values for 1-mm. and 4-mm. 


Impressions 
Alloy, Atomic eal ise oe ee 
Per Cent Cu. Mm. u. Mm. ane 
Pure copper 16.6 9.2 
98 Cu, 2 Zn ba a4 9.0 39 
98 Cu, 2 Ga Ty 2 8.7 54 
98 Cu, 2 Ge 17.7 9.2 66 
98 Cu, 2 As 18.5 9.0 97 
96 Cu, 4 Zn 16.8 8.3 78 
96 Cu, 4 Ga 18.2 9.0 112 
96 Cu, 4 Ge 20.4 10.3 132 
96 Cu, 4 As 22.3 IL.7 187 
Pure silver Tres 6E7 
98 Ag, 2 Cd faa 6.5 35 
98 Ag, 2 In heh 423 60 
. 98 Ag, 2 Sn 12.4 Tak 77 
98 Ag, 2 Sb P36 7.9 116 
98 Ag, 2 Mg 11.6 6.8 17 
~ 98 Ag, 2 Al r2).2 7.7 —24 
98 Ag, 2 Zn 12.2 775 —34 
96 Ag, 4 Cd 11.8 6.2 70 
96 Ag, 4In Taie2 8.0 120 
96 Ag, 4 Sn 14.8 9.4 154 
96 Ag, 4 Mg iy ee | 6.8 34 
96 Ag, 4 Al E345 8.3 —48 
96 Ag, 4 Zn 12.5 7.8 —68 
96 Ag, 4 Au 12.3 8.1 —I2 


Thus rate of work-hardening depends on 
concentration of solute, period of the 
periodic table in which the solute occurs, 
plastic deformation, and lattice-parameter 
increment. When the first three of these 
variables are held constant, a linear relation 
is found between rate of work-hardening 
and lattice expansion. 

As would be expected, the same factors 
also affect the hardness of these solid 
solutions.»4 It is of particular interest that 
both rate of work-hardening and ultimate 
Meyer® hardness bear a linear relation to 
lattice expansion. If any one of the lines of 
Fig. 2 or Fig. 3 is extrapolated to zero pa- 
rameter increment, it intersects the axis of 
ordinates below the point for the pure 
solvent.* This is true also of the straight 

*Linde® has shown that there is a linear 
relation between electrical resistance of these 


alloys and the square of the. difference in 
group number of solute and solvent. It is 
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lines in the previously published graph of 
ultimate Meyer hardness versus increase in 
lattice parameter (Fig. 2 of ref. 5). This im- 
plies that, while lattice expansion increases 
hardness and rate of work-hardening, some 
other factor is involved, which produces a 
decrease. It may be that this factor is the 
decrease in overlap of the electron clouds of 
neighboring ions that occurs when one of 
these solute atoms is substituted for a 
solvent atom. This has been discussed in 
some detail in an earlier paper.® 


DISCUSSION OF RESULTS 


It is widely believed that work-hardening 
is attributable to distortion of the crystal 
structure produced by plastic deformation. 
Such hardening would depend not only on 
this distortion, but also on the nature of the 
crystal lattice that was distorted. Thus the 
present work might profitably be extended 
to a consideration of the effect of these 


solutes on the properties of undeformed ~ 


copper or silver and on the degree of lattice 
distortion produced in them by plastic 
deformation. 

First, the elastic and plastic properties of 
the undeformed solvents and solid solutions 
might be ascertained by measurements of 
elastic moduli and by measurements of 
either the so-called critical shear stress or 
initial rates of flow under stress. Second, the 
effect of solute elements on the crystal 


distortion produced by plastic deformation 


might be ascertained through calorimetric 
measurements of stored energy, measure- 
ments of X-ray line intensity, and electron 
microscopic examinations. These data 
should materially enhance our understand- 
ing of hardness and rate of work-hardening 
in‘solid solutions. 


SUMMARY 


Earlier investigations have revealed a 
number of factors controlling the hardness 


a eee 
interesting that if the lines be extrapolated 
to zero difference in group numbers they do 
not pass through the point for the resistance 
of the pure solvent but below it. 
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DISCUSSION 


of solid solutions. One of these is the rate at 
which the solution hardens under penetra- 
tion of the hardness indenter. This factor is 
of extreme importance because hardness 
changes are partly, perhaps predominantly, 
the result of variations in rate of work- 
hardening. Factors affecting rate of work- 
hardening have been pointed out in this 
paper and have been compared with factors 
previously shown to affect hardness. 
‘Finally, a program of research has been 
suggested, which should further clarify our 
understanding of hardness and of rate of 
work-hardening in solid solutions. 
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DISCUSSION 


(T. A. Read presiding) 


T. A. Reap,* Philadelphia, Pa—I should 
like to ask- Dr. Frye for a clarification of the 
statement in the early part of the paper that 
“it is doubtful whether any solute produces 
appreciable hardening in the absence of 
plastic deformation and hence work-harden- 
ing...” It is well known, on the other 
hand, that the critical shear stress for a single 
crystal of 70-30 brass is approximately ten 
times that of a single crystal of copper. 


J. H. Frve, Jr. (author’s reply).—I am 
glad that Dr. Read has brought up this point, 
because, from his having brought it up, I 
judge that we did not make our meaning cledr. 
Dr. Read is talking about the percentage 
increase whereas we were talking about the 
actual increase in hardness. What he says is 
correct and is of great theoretical interest. 


* Ordnance Laboratory, Frankford Arsenal. 


Meyer: Zisch. ver. deut. Ing. (1908) 52, 645. 
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The statement quoted by Dr. Read occurs 
in the introduction and was made only in an 
attempt to indicate the very great importance 
of the problem being investigated. Measured 
increases in indentation hardness produced by 
solutes are the result both of the introduction 
of the solute and of plastic deformation. 
Usually these increases are large enough to be 
practically useful only if there has been con- 
siderable plastic deformation. Thus the effect 
of a solute on rate of work-hardening is of 
great practical and theoretical importance. 


M. GeENsAmeER,* Pittsburgh, Pa.—I think 
we should all be glad that the authors have 
made this important contribution to the 
science; but I think I ought to say also, for 
the record, that I am very sorry that they have 
chosen to discuss the problem in terms of the 
relatively difficult to interpret indentation 
hardness test. I wish that they had been able 
to discuss their data as stress-strain curves, 
and particularly true stress-strain curves. I 
think the advantage of this might be seen, 
perhaps, in a paper that Mr. Lacy and I 
presented last fall. Of course the objection 
might be raised that it is difficult frequently 
to get specimens big enough to make tensile 
tests—and there are other difficulties, particu- 
larly with soft metals—but we have been able 
to get around these difficulties with tensile 
tests by using compression tests. We have 
been able to get good stress-strain curves in 
compression using very small specimens, 
which are not too difficult to prepare. We 
have actually made compression tests, with 
quite good results, on specimens as small as 
one millimeter square and three millimeters 
high. I would like to see work-hardening dis- 
cussed on the basis of true stress-strain tests. - 
I hope that the authors will have a chance to 
further their work in that direction. 


J. H. Frye, Jx—I completely agree with 
Dr. Gensamer that stress-strain data are more 
valuable than hardness data. When this work 
was begun at Oxford University we wished to 
make tensile rather than hardness tests, 
but did not do so because of the expense. 
Larger specimens would have been required and 


* Carnegie Institute of Technology. 
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this would have greatly increased costs, since 
some of the elements used—silver, gold, 
indium—were quite expensive. 

We are glad to have his valuable suggestion 
about the use of small specimens in a com- 
pression test and I only regret that it was 
impossible for him to make it at a much earlier 
date. Any change. now would involve the 
virtual abandonment of a large body of con- 
sistent data. This is important because one of 
the chief difficulties in developing a satisfactory 
theory of solid solution hardness has been the 
impossibility of comparing data by different 
workers using different tests, purities, etc. 
It would therefore seem to me better to con- 
tinue to add to this body of data than to 
embark now on a new type of test. 
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MempBer.—Did the authors try to plot data 
for the same hardness number, as for the same 
indentation diameter? If so, what were the 
results? 


J. H. Frye, Jz.—This is a very interesting ~ 
question. In order to answer it the authors 
have calculated rates of work-hardening at 
constant hardness for the copper alloys. Rate of 
work-hardening has been plotted against 
parameter increment for different hardnesses 
and different solute concentrations. The curves 
obtained were similar to those of Fig. 3, and 
within limits of experimental error the authors 
were unable to observe any significant differ- 
ence except that rate of work-hardening 
increased more raptdly with parameter incre- 
ment than in the curves of Fig. 3. 
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Effect of Grain Size and Bar Diameter on Creep Rate of Copper 
at 200°C. 


By E. R. PArKer,* Junior Memser -A.I.M.E. anp C. F. Rusness* 


(New York Meeting, February 1044) 


THAT grain size has a great effect on 
the mechanical properties of metals has 
been recognized for a long time. Bassett 
and Davis! in roro did excellent work in 


It is well known that at high tempera- 
tures coarse-grained test bars creep less 
than fine-grained bars. The relation 
between grain size and size of test bar, 
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TEMPERATURE —> 
Fic. 1.—SCHEMATIC REPRESENTATION OF GRAIN-GROWTH CHARACTERISTICS OF COPPER. 


determining the effect of grain size on the 
hardness of brass. About the same time 
Jeffries? and Sykes* ascertained the effect 
of grain size on the strength and ductility 
of several metals at temperatures ranging 
from 80°K. to their melting points. 

‘When creep was recognized as an im- 
portant property of metals, those engaged 
in the study of this property tried to 
determine the effect of grain size*~® on 
creep rates. Unfortunately, most of the 
investigations were conducted on only 
two grain sizes, often designated simply 
as “fine” and “coarse.” 


Manuscript received at the office of the 
Institute Nov. 29, 1943. Issued as T.P. 1690 in 
METALS TECHNOLOGY, February 1944. 

* Research Laboratory, General 
Co., Schenectady, N. Y. 

1 References are at the end of the paper. 
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however, has been frequently overlooked. 
In his early work, Jeffries? showed that 
the number of grains in the cross section 
has a more important influence on the 
properties of the material than the actual 
grain size. More recently Hanson and 
Sandford’ and Pell-Walpole,!! in their 
measurements of the creep and tensile 
properties of tin, tested a wide range of 
grain sizes and correlated the grain size 
with the strength. Hanson? later estab- 
lished the relation between the number of 
grains in the cross section and the creep 
rate. 

At high temperatures, generally a coarse- 
grained structure is considered superior 
in creep to a fine-grained structure, but 
it is evident that for a given bar size con- 
tinuously increasing the grain size will 
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not produce ,.a corresponding continuous 
incre: se in strength. Creep tests on single 
crysti ls? have shown them to be extremely 
weak. Consequently, when the grain 


STRESS 20,000 POUNDS PER SQUARE INCH 
1500 GRAINS PER SQUARE MILLIMETER 
CREEP RATE 0.33% PER HOUR 


EXTENSION IN PERCENT 


TIME IN HOURS 
Fic. 2.—TYPICAL CREEP CURVE. 


diameter approaches the bar diameter, the 
creep rate must increase. 

From this evidence it is apparent that 
at high temperatures there must exist 
an optimum grain size; therefore a mini- 
mum creep rate. This has been suggested 
by Hanson,® Wheeler,!? and others. Since 
most creep tests have been made on bars 
of the same diameter, it has not generally 
been considered that the optimum grain 
size may depend on the size of the test bar. 
The relation between bar size and grain 
size becomes evident in view of the fact 
that a grain diameter of 1/¢ in. is a single 
crystal in a 1¢-in. bar, but constitutes a 


EFFECT OF GRAIN SIZE AND BAR DIAMETER ON CREEP RATE 


bar. 


Creep studies are complicated also by 


many other variables that influence the 
results, such as stress, temperature, strain- 
hardening, structural stability, alloying 
elements, microstructure, precipitation- 
hardening, grain size, test-bar size, en- 
vironment. No single variable can be 
evaluated properly unless all other vari- 
ables are controlled. 

The appraisal of the grain-size effect 
has been further complicated because 
most of the studies have been made on 


steels having rather complicated struc- - 


tures. In the low-alloy, creep-resistant 
steels, the variables are extremely difficult 
to control and the measured creep rates 
are influenced generally by several uncon- 
trolled factors. Structural variations such 
as the change in spacing of the pearlite 
lamellae occurring coincidentally with the 
change in grain size may ‘often influence 
creep more than grain size. Various 
alloying elements also may exert an 
influence that overshadows the effect 


relatively fine-grained structure in a I-in. — 


of grain size. In many instances the results | 


are not clear cut, and a quantitative 
evaluation of the effect of grain size is 
impossible. 

Copper was chosen for the study reported 
herein with the hope of avoiding many of 
the usual complications. The high purity 
(99.98 per cent Cu) and simple nature of 
this metal should allow the accurate 
evaluation of grain size and test-bar size. 
A testing temperature of 200°C. was 
chosen because a great many other high- 
temperature data are available for this 
temperature. 


EXPERIMENTAL PROCEDURE 


The material used for the experiments 
was an oxygen-free high-conductivity cop- 
per, the analysis of which is given in 
Table 1. Test bars of various sizes (0.505, 
0.375, and o.160-in. diameter) were ma- 
chined from a r-in. rod. The bars were 
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annealed at different temperatures in 
purified nitrogen, to develop various grain 
sizes, and then subjected to creep tests 
at 200°C. (+1°). The temperature was 


TENSILE 
STRENGTH 


STRESS 


119 


and alloys. Intermediate grain sizes were 
obtained by slightly cold-working the 
t-in. bar before machining and annealing. 
This procedure shifted the small and large 


LOGARITHM OF THE CREEP RATE 
Fic. 3.—RELATION BETWEEN STRESS AND CREEP RATE, 


uniform over the entire gauge length of 
the creep bars. 

During the annealing of the bars, it 
was found that the grain size did not 


TABLE 1.—Analysis of the Copper 


PER CENT 
Ler 75 Oe a lg gS, Berges 0.0022 
Pet nein. « teacs Sunred s po 0.0015 
fo SE red Sere eae 0.0009 
hea dtee ws Ubiehh. «Sra deld « Eis 3 0.0023 
BS nai ieewcwcus dewnapesase 0.0004 
NESS oe Rig Sis WR AS ohio 0.0008 
1 a a Base 0.0001 
9 Re 8 tr ie 5 ee oe es Ae 0.0002 
Se Se eee sy ere 0.0003 
MEM b ede te ne cule ate asivee 0.003 
rE et cite Bilceds im. eon= sso Regs 0.00005 
Serre ate rat cee ct. ae 0.0009 
oT Pe EE TREE Free 
PCL «ance nce 22's a alee ~= 3 99.988 


increase continuously with increasing tem- 
perature, but increased discontinuously, 
as shown schematically in Fig. 1. At the 
temperature 7}, the grain-size in a few 
regions suddenly became very large. A 
slight increase in temperature caused more 
latge grains to form, but the remaining 
small ones did not grow appreciably. 
The percentage of large grains increased 
with temperature until at temperature 72 
all grains were coarse. Heating to higher 
temperatures caused slight additional grain 
growth. This type of grain growth has 


been observed in many other metals 


ranges of grain size to different actual 
grain sizes but did not change the grain- 
growth characteristics previously described. 

Creep rates were measured in a con- 
ventional manner by dial gauges, which 
indicated the relative motion of extension 
rods attached at each end of the gauge 
length. Gauge lengths of 214 in. were 
used for the 0.505 and 0.375-in. bars and 
1 in. for the o.160-in. bars. 

Bars were prepared in sets of four, so 
that tests at four stresses could be made 
for each bar size and each grain size. 


RESULTS 


A typical creep curve is shown in Fig. 2. 
The constant rate, shown as stage 2, was 
used for comparing the creep rates. Tests 
were made at stresses of 12,000, 15,000, 
18,000 and 20,000 lb. per sq. in. on each 
set of bars. The relation between stress 
and creep rate can be expressed by a 
hyperbolic sine function,’** which for a 
certain range of stress can be approxi- 
mated by an exponential function. The 
experimental data seem to fall within 
this range of stress because a straight line 
is formed when the stress is plotted against 
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the logarithm of the creep rate. At stresses 
near the tensile strength, deformation 
occurs much more rapidly than would be 
expected from the hyperbolic sine law. 


X 1500 GRAINS/ MM? 


© 128 GRAINS/MM2 


0.10 


CREEP RATE PERCENT PER HOUR 


Fic. 4.—STRESS VERSUS CREEP RATE FOR 0.160-INCH DIAMETER BARS WITH VARIOUS GRAIN SIZES. 
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Such high loads apparently cause deforma- 
tion by slip as well as by creep. 

The curve obtained when the stress is 
plotted against the logarithm of the creep 
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rate is shown schematically in Fig. 3. 
The straight part of the curve indicates 
the range where most of the experimental 
data fall. Creep rates obtained on the 
o.160-in. diameter bars are shown in 
Fig. 4. These results clearly indicate the 
existence of an optimum grain size. Those 
on 0.375 and o.5o05-in. bars did not show 
such a pronounced grain size effect (Figs. 
5 and 6). The variation of creep rate with 
grain size was less than the experimental 
error in determining the creep rate. Grain 
size seemed to have very little influence 
on the creep rate of the large bars, whereas 
a pronounced effect was observed with 
the small bars. 

This observation suggested that oxida- 
tion of the small bars was influencing the 
results. Such an effect had been observed 
for steels;!® small bars were found to be 
considerably weaker than large bars 
because of the life-shortening effect of 
oxidation. Consequently, it was con- 
sidered advisable to determine the role of 
oxidation. This was done simply by cad- 
mium-plating two sets of small bars 
(after heat-treating) and repeating the 
creep tests. The data shown in Fig. 7 
indicate that oxidation played a major role 
in the original results. The effect of grain 
size could not be evaluated precisely, 
but the results with the cadmium-plated 
bars suggest that grain size has little 
effect on the creep rate. This is in agree- 
ment with the results on the larger bars. 

An idea of the range of grain sizes 
studied can be obtained from Fig. 8, in 
which the stress required to produce a 
creep rate of o.or per cent per hour is 
plotted against the logarithm of the 
number of grains in the cross section. 
This stress is independent of grain size, 
within the limits of experimental error, 
for each bar size. The small bars, however, 
crept considerably faster than the large 
bars at high stresses, but at low stresses 
the creep rates of the small bars seem to 
approach those of the large bars. For 
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stresses around 10,000 lb. per sq. in., 
neither grain size nor bar size seems to 
affect the creep rate of copper. 
The creep rate for the two larger bar 
i 
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by Hanson,® who determined the room- 
temperature creep rate of tin specimens 
having 1 to rooo grains in the cross section. 
Under a stress of 500 Ib. per sq. in., a 
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_ sizes was found to be independent of the 
’ number of grains in the cross section, even 
though the number of grains varied a 
 thousandfold.* This was a rather sur- 
_ prising result in view of the results reported 


*The number of grains per square milli- 
_ meter varied over a range of 3 to 1500. 


single crystal elongated 24 per cent per 


-day; a specimen with joo grains in the 


cross section had the lowest creep rate, 
which was 0.35 per cent; and a bar with 
tooo grains in the cross section had a 
creep rate of 2.0 per cent. Consequently 
it seemed advisable to consider some of 
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the other high-temperature properties of 
the copper to see whether a better under- 
standing of the results could be obtained. 
In previous rupture tests on this copper 


BAR DIAMETER 


EFFECT OF GRAIN SIZE AND BAR DIAMETER ON CREEP RATE 


grained ones, because it is acknowledged 
generally that the smaller grain sizes 
result in higher strength when tests are 
made below the annealing temperature. 
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OXIDATION AS COMPARED WITH THE STRONGEST UNPLATED BARS. 


at 150°C. the fractures were intergranular; 
hence it was concluded that the testing 
temperature of 200°C. was considerably 
above the ‘‘equicohesive temperature.’’* 
According to the findings of Jeffries and 
Archer,!® the small grain sizes should 
have been weaker than the larger ones. 
The annealing characteristics of the 
copper were investigated to see whether 
they would aid in the understanding of 
the results. Pieces were reduced cold 10, 
25, 50, 75, and go per cent. Separate 
pieces were heated for 20 hr. at various 
temperatures. The diamond pyramid hard- 
ness was measured on each piece after 
heating (the load used was 25 kg.). The 
results are shown in Fig. 9. Considerable 
softening does occur at 200°C. in the 
highly cold-worked material, but the 
slightly worked material does not soften 
appreciably in 20 hr. These results would 
lead one to believe that the fine-grained 
bars should be stronger than the coarse- 


* For a complete description of ‘‘equicohe- 
sive temperature,’ see Jeffries and Archer.16 


These two apparently contradictory 
considerations may help to explain the 
results. It seems possible that the testing 
temperature was exactly right for the 
strength to be independent of grain size. 
At other temperatures, however, the | 
strength might be a function of grain size. 
Creep tests are by nature rather extensive 
and it has not been possible as yet to 
extend these studies to other temperatures. 

The bar-size effect may be due in part 
to the weakening effect of oxidation. 
Whether or not this could account for the 
entire difference in strength is not known. 
Certainly the cadmium plating did not | 
entirely prevent oxidation, and it is 
impossible to predict what results would 
be obtained if tests were conducted in > 
a neutral or reducing atmosphere. It 
may safely be concluded, however, that 
in air a bar-size effect is to be expected. 


SUMMARY 


Creep tests were conducted on | 
oxygen-free high-conductivity copper. at | 
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“per square millimeter were tested 
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200°C. to determine the effect of grain size 


on creep rate. 


© 0.375" DIAMETER BARS 


© 0.160" DIAMETER BARS 


0.505" DIAMETER BARS 


Grain sizes ranging from 3 to 1500 grains 
in 
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NUMBER OF GRAINS IN THE GROSS SECTION 


Fic. 8.— RELATION BETWEEN CREEP STRENGTH AND NUMBER OF GRAINS IN CROSS SECTION FOR BARS OF DIFFERENT 
DIAMETERS, 
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bars of 0.160, 0.375, and o.505-in. diameter. 
Ty 
of the test bars varied a thousandfold. 


he number of grains in the cross section 


The creep strength was found to be 


independent of grain size for each bar 
size. The two larger sizes had equal 
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strength, but the small bars were con- 
siderably weaker, particularly at high 
stresses. 

The small bars seemed to be oxidized 


20 HOURS AT 
e 10% COLD 
© 25% COLD 
x 50% COLD 
Q 75% COLD 
4 90% COLD 


TEMPERATURE 
REDUCTION 
REDUCTION 
REDUCTION 
REDUCTION 
REDUCTION 


DIAMOND PYRAMID HARDNESS (25 KG. LOAD ) 


200 300 500 


co) 
) 100 
HEAT TREATING TEMPERATURE °G 
FIG. 9.—SOFTENING CURVES FOR OFHC coprER 
WITH VARIOUS AMOUNTS OF COLD-WORK. 


considerably, and their high ratio of 
surface to volume suggested that oxidation 
was weakening the bars. Some small 
bars were cadmium-plated and tested. 
These bars were considerably stronger 
than the unprotected ones. Hence it 
seemed that some of the difference in 
strength between large and small bars 
was due to oxidation. 
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DISCUSSION 
(W. B. Price presiding) 


A. A, Situ, Jr.,* Barber, N. J.—One 
thing puzzles me; that is, the effect of 
grain size. I think almost every investigator 
of the creep of metals has found that there 
are major effects of grain size. The work of 
Hanson, Chalmers and others, plus the great 
deal of work we have done in our laboratory 
on the creep of lead, has indicated that there is 
considerable grain-size effect. 

I would like to point out to the authors 
that their creep data are hardly in the range 


* American Smelting and Refining Company. 
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of what we would consider creep. As I recall 
it from looking at the curves, the lowest 
rates they have is something in the order of 
two or three thousandths of a per cent per 
hour. That is hardly what we would consider 
a creep range. When we talk about creep, 
we are usually interested in rates of a tenth 
of one per cent per thousand hours. I almost 
consider that their tests are slow tensile 
tests rather than true creep tests. I wonder if 
that does not have some bearing upon the 
fact that they show no effect of grain size. 


J. S. Smart, Jr.,* Barber, N. J.—In their 
description of the method of preparation of 
the samples, the authors have not mentioned 
the details of the processes used to produce the 
variations in grain size. These could have 
been obtained either by using very high anneal- 
ing temperatures to ensure grain growth or 
by using light passes followed by lower anneal- 
ing temperatures sufficient to produce recrys- 
tallization. If the samples were cooled rapidly, 
or quenched, the type of annealing treatment 
employed becomes of interest in creep testing 
because it determines whether certain im- 
purities are present in solid solution or 
as precipitates. The resultant differences 
may very well be negligible, but until they 
have been evaluated it would appear desirable 
to provide this information to ensure the 
permanent value of the present work. 


H. L. BurcHorr,} Waterbury, Conn.—First, 
I want to recall some creep data on brass wire 
in the annealed condition, which was included 
in a paper! presented by our laboratory in 
1942. In that paper we showed a correlation 
between grain size for this annealed material, 
and creep strength, at 204°C. (400°F.) and 
260°F. (soo°F.). Grain sizes ranged up to 
o.200-mm. diameter, and it was found that the 
creep strength increased as the grain size 
increased. 

I think it would be quite interesting if the 
authors could give us some definite idea of the 
times involved in more of these tests. They 
show a typical creep curve for a test lasting 
only so hr., the stress being one of the highest 

* American Smelting and Refining Company. 

+ Chase Brass and Copper Company. 
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listed in the paper. Probably the tests at 


_ lower stresses were carried on for a con- 


siderably longer time. This time factor would 
certainly be involved in the oxidation men- 
tioned in the paper. If there is an effect 
of oxidation, it is conceivable, I think, that 
the creep rate would vary as oxidation pro- 
ceeded. I find it a little difficult to believe that 
oxidation at 200°C. is a very important factor 
if the test periods are relatively short. 
Perhaps the authors have more definite 


“ideas on the mechanism of the protection 


offered by the cadmium plate. Further, I 
wonder what actually happens to the cadmium 
plate. Is it in turn oxidized or is there any 
possibility of diffusion to the copper during 
the course of the test? The rate of diffusion 
of cadmium in copper is known to be low, 
but this is another factor that might alter 


. the apparent creep strength. 


E. R. Parker and C. F. Rusness (authors’ 
reply)—Mr. Smith has suggested that the 
stresses used were above the range usually 
considered in creep testing. Undoubtedly 
it would be advisable to continue the investiga- 
tion in the lower stress range. 

In answer to Mr. Burghoff’s remarks, the 
creep curve illustrated in Fig. 2 was for a 
stress of 20,000 lb. per sq. in. That was a 
short test carried out to fracture. The tests 
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at the lower stresses were continued for 500 hr., 
or until the creep rate appeared to be constant. 

As far as could be observed, there was very 
little oxidation of the cadmium plating on the 
small bars. 

Mr. Smart has requested more specific 
information as to the processes used to produce 
the various grain sizes. The treatments applied 
to each set of bars are summarized in Table 2. 
The matérial as received was in the hot-rolled 
condition. ‘ 


2.—Treaiments 


TABLE 


Annealing Treatment¢ R 
iq. 
In. Mm 
0.505 1 hr. 400°C. in evacuated 128 
uartz tube 
0.505 fe) t hr. 850°C. in nitrogen 3 
0.505 50 t hr. 400°C, in nitrogen 1,500 
0.375 ° 1 hr. 400°C, in evacuated 128 
quartz tube. 
0.375 (a) 1 hr. 850°C. in nitrogen 3 
0.160 to) t hr. 400°C. in evacuated 128 
quartz tube 
0.160 o t hr. 850°C. in nitrogen 3 
0.160 890 1 hr. 500°C. in air 1,500 
0.160 89 1 hr. 850°C. in evacuated 
quartz tube 
0. 160° 89 t hr. 400°C. in evacuated | 2,000 
quartz tube i 
0.1608 t hr. 850°C. in nitrogen 24 


2 All bars were furnace cooled at a rate of 100°C. 
per hour. : 
> Bars cadmium plated after annealing. 


Effect of Cooling Rate and Minor Constituents on the 
Rupture Properties of Copper at 200°C. 


By D. L. Martin* anp E. R. Parker,* Junior Memsers A.I.M.E. 
(Chicago Meeting, October 1943) 


IN a previous paper! one of the authors 
observed that the rate of cooling from the 
anneal prior to testing greatly influenced 
the life of copper under sustained load at 
200°C. Furnace-cooled bars of oxygen-free 
copper (with and without silver) had a 
life four to twenty-five times that of the 
water-quenched specimens. The addition 
of 0.054 per cent silver to the oxygen-free 
Copper increased the life at a stress of 
20,000 lb. per sq. in. from about 2 hr. 
to 50 hr. Fractures in these bars were 
intercrystalline. 

An explanation was advanced to account 
for the profound influence of cooling rate 
on the rupture properties at 200°C. The 
suggestion offered was that at the high 
annealing temperature the minor con- 
stituents are distributed at random. By 
water quenching, this condition is main- 
tained at room temperature, whereas 
furnace cooling permits some segregation 
at the grain boundaries. The higher 
concentration of the minor constituents 
in the grain boundaries results in a strength- 
ening, so that a longer life at a given stress 
and temperature results. Small amounts 
of cadmium or manganese have also been 
found to increase the life of copper at 
200°C., and to a much greater extent 
than silver.? 

The increase in the long-time strength 
of copper resulting from small additions 
of cadmium or silver appears to be related, 

Manuscript received at the office of the In- 
stitute July 12,1943. Issued as T.P. 1638 in 
Metats TECHNOLOGY, December 1943. 

* Research Laboratory, General Electric 


Co., Schenectady, N. Y. 
' References are at the end of the paper. 


indirectly at least, to the higher softening 
temperatures of such alloys. The elements, 
such as silver or cadmium, which greatly 
increase the rupture life of copper also 
cause large increases in the softening 
temperature. As little as 0.05 per cent of 
cadmium or silver is sufficient to raise the 
softening temperature more than 100°.*:4 

The effects of cooling rate and of minor 
constituents on the rupture properties are 
of considerable fundamental as well as 
practical interest; therefore a more detailed 
study of their nature was conducted and is 
reported in this paper. 


EXPERIMENTAL PROCEDURE 
Materials 


The materials studied in this investiga- 
tion may conveniently be classified in 
two groups: one consisting of a wide 
variety of commercial coppers, and the 
other composed of special high-purity, 
laboratory-prepared coppers. The com- 
mercial materials were tested to determine 
whether or not the effect of cooling rate 
occurred with all coppers, whereas the 
high-purity coppers were investigated in 
order to establish a basis for evaluating 
the effect of minor constituents on the 
rupture properties. 


In Table 1 are given the analyses of the 
coppers tested. The samples 1 to 6 are — 


commercial materials and were obtained 


for the most part from stock supplies.* © 


* We are indebted to Mr. C. H. Hannon, 
Pittsfield Works, General Electric Co., for the 
samples Nos. 5 and 6, and to Dr. A. J. Phillips, 
of American Smelting and Refining Co., for 
Nos. 3, 4, 7, and 8. 
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The special laboratory coppers (Nos. 7 
and 8) were prepared by the Central 
Laboratory of the American Smelting and 
Refining Co. Extreme caution was used in 


in. area) for a 1-in. gauge length. The test 
specimens were annealed at 850°C. for 
one hour in a purified nitrogen atmos- 
phere,* except the high-purity copper, 
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mm. pressure). Half of the bars were 
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: Annealed in nitrogen at 850°C. for one hour prior to cooling. 

; preparing this copper in order to obtain a which was heated in vacuum (3X 107° 
; 


y 


: 
. 
: 
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material 99.999 per cent pure or better.® 
The synthetic wirebar material (No. 7) 
was made by adding the impurities com- 
monly found in commercial wirebar to the 
molten high-purity copper under condi- 
tions to give an oxygen-free copper. We 
were very fortunate to obtain these special 
coppers for our investigation, as it was 
necessary to test a copper essentially free 
from all impurities in order to evaluate 
properly the effect of minor constituents 
on the rupture properties. 


Method of Testing 


All the coppers were tested in air at 
200°C. in a vertical rupture furnace by 
subjecting test- bars to various constant 
loads and measuring the time required for 
fracture. Elongation and reduction of area 
values were determined after fracture. The 
test specimens were machined from cold- 
swaged o0.25-in. diameter rods and were 
2 in. long with quarter-twenty threads at 
each end. The diameter of the center 
portion of the bar was 0.159 in. (0.020 sq. 


cooled in the furnace at approximately 
100°C. per hour and half were water- 
quenched. 

The heat-treated bars were tested by 
suspending them with long extension rods 
in the hot zone of the rupture furnace. 
The loads were applied through simple 
levers. The temperature was automatically 
controlled within 1° centigrade and the 
temperature gradient in the furnace was 
less than 1° in 4 in. The life of each bar 
was measured with an hour meter, which 
was automatically tripped off when the 
bar broke. 


RESULTS 


- 


In Figs. 1 to 8 are given the rupture 
curves of the coppers listed in Table 1. 
These are plotted on log-log paper, life 


* The nitrogen was passed over copper chips 
at 800°C. several times, each pass being fol- 
lowed by a P2Os drying treatment. Copper 
oxide (Cu2O) decomposed when heated in this 


gas. 
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in hours being plotted against the stress 
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to 220 hr. for furnace-cooled material 
stressed at 18,000 lb. per sq. in., or more 
than a twenty-fold increase. 

2. Nonmetallic inclusions such as oxides 
appear to reduce the resistance to fracture. 
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coalesced copper may account for the low 
properties of this material, although the 
high purity of the material is also a factor. 

Smart and Smith‘ have shown that in 
oxygen-bearing copper some metallic im- 
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LIFE IN HOURS 
Fic. 2.—RUPTURE CURVES FOR SILVER-BEARING OXYGEN-FREE COPPER. 
Annealed in nitrogen at 850°C. for one hour prior.to cooling. 
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Fic. 3.—RUPTURE CURVES FOR LOW-IMPURITY TOUGH-PITCH COPPER. 


Annealed in nitrogen at 850°C. for one hour prior to cooling. 


The tough-pitch coppers (No. 3 and 4) 
are comparable in analyses to the synthetic 
wirebar copper (No. 7) except for oxygen 
content; nevertheless a 1 to 5 ratio exists 
for life at a given stress. Similarly, the 
presence of nonmetallic impurities in the 


‘ 


purities tend to exist in solid solution when 
quenched from a high temperature and 
as oxides when slowly cooled. The reaction 
may be written, for antimony, as follows: 


2Sb ~ 3Cu,0 — Sb203 oa 6Cu 
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At xen temperatures, above 400° to _ in furnace-cooled copper containing oxygen 
600 C., ‘the equilibrium is shifted so that the elements will be present as oxides. 

it favors the formation of Sb + Cu,0, Therefore, the role of oxygen in reducing 
and most of the antimony is dissolved in the life might also be one of purification 
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Fic. 5.—RUPTURE CURVES FOR SILVER-BEARING TOUGH-PITCH COPPER.. 
‘Annealed in nitrogen at 850°C. for one hour prior to cooling. 
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of the copper matrix. In a furnace-cooled 
tough-pitch copper some impurities (those 
whose oxides are more stable than cuprous 
oxide at low temperatures) would exist 
primarily as oxides; therefore the matrix 
would be a purer copper of lower resistance 


the copper. Equilibrium conditions below 
400°C. favor the formation of antimony 
“oxide. In oxygen-bearing copper water- 
quenched from above 600°C. the minor 
constituents, such as antimony, will: gen- 
erally be dissolved in the metal; whereas 
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to rupture than copper containing dis- 
«solved impurities (that is, it would be 
similar to copper No. 8 compared with 
No. 7). According to this explanation, the 
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tude for oxygen-free or oxygen-bearing 
copper of similar analyses, since the minor 
constituents are dissolved in the matrix 
in both coppers. This appears to be true, 
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Fic. 6.—RUPTURE CURVES FOR COALESCED COPPER. 
Annealed in nitrogen at 850°C. for one hour prior to cooling. 
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Fic, 7.—RUPTURE CURVES FOR SYNTHETIC WIREBAR COPPER. 
Annealed in evacuated quartz tubes at 850°C. prior to cooling, 


furnace-cooled bars of oxygen-bearing 
coppers should be intermediate in life 
between high-purity copper and an oxygen- 
free copper of the same composition, 
whereas in the water-quenched samples the 
life should be of the same order of magni- 


for the furnace-cooled tough-pitch coppers 
(Nos. 3 and 4) are intermediate in life 


between the synthetic wirebar material,” 


No. 8 (ie., an oxygen-free material of 
comparable composition to the tough-pitch 
coppers), and the high-purity copper. 
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The water-quenched tough-pitch coppers 
are much the same as the synthetic wirebar 
copper in the same condition. 


TABLE 3.—Softening Temperature and Grain 
Size of the Coppers 


Soft- ee Size, 
ening, verage 
Coppers Deg. Dinmoter, 
C. Mm, 
No. 7, synthetic wirebar....... 330% |0.145-0.400 
Mata, tough-pitch ys. cds ocss:s 280 |0.100-0.145 
No. Cr AGL. Se. ee 275 0.575 
No. 3. tough-pitch............. 250 |0.100-0.200 
Mee O CNBlGSCed < cecuws che sacs 240 Duplex 
Noid; high-purity, ....0..5. 565 200 0.575 
No. I,  OFHC Oke ee Ee, ee b  =610.575-0.650 
No. 5, tough-pitch + Ag.. b 0.070-0.100 


«The softening temperature was determined on 
50 per cent cold-rolled material using the half-hard 
method of Smart, Smith, and Phillips. 
+ Softening temperatures were not determined. 
There are at least two opposing factors 
_operating in furnace-cooled, oxygen-bear- 


ing copper: (1) Furnace cooling is respon- 


bars is less for the oxygen-bearing coppers 
than for oxygen-free copper. Therefore, it 
seems likely that oxidation of the impurities 


TABLE 4.—Effects of Grain Size and 
Annealing Temperature on Life of 
High-purity Copper at Various Stresses 


end ° R50°Ge + 
850°C. Anneal/500°C. Anneal 60°C. Anneal 
Stress 
Lb. per Hours Hours Hours 
Sq. In. 
BeC WiaQallbaCe lh Was | Ca eve 
18,000 9 af 46 42 20 
16,500 18 a 8r 74 30 18 
Grain 
size..| 0.575 mm. |0.050to0 0.145 0.575 


during cooling weakens the material, thus 
partially overcoming the strengthening 
effect of the furnace cooling. 
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Fic. 8.—RUPTURE CURVES FOR HIGH-PURITY COPPER. 
Annealed in evacuated quartz tubes at 850°C. prior to cooling. 


‘sible for a decrease in life because of the 
purification of the copper matrix by the 
oxidation of the impurities; (2) furnace 
cooling is also responsible for an increase 
in life as shown in Fig. 8. A possible expla- 
nation for this increased life is offered 
later in the text. The difference in life be- 
tween furnace-cooled and water-quenched 


3. The coppers with high softening 
temperatures tend to have greater resist- 
ance to rupture at 200°C., although soften- 
ing temperature is definitely not the only 
factor involved. In Table 3 are listed the 
softening temperatures of most of the 
coppers tested. It should be noted that 
the materials with the highest softening 
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Pa ea ened 


temperatures (No. 2 and 7) last longer at a grains (Table 4). Likewise, No. 7 has @ 
given stress than the purer coppers (No. 6 smaller grains than the high-purity copper, 
and 8), which soften at lower temperatures. No. 8; consequently the greater resistance 

4. Grain size is an important variable. to rupture possessed by copper 7 probably 
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Fic. 9.—REDUCTION OF AREA VS. LIFE, SYNTHETIC WIREBAR COPPER. 
Values determined on fractured bars. 
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Fic. 10.—ELONGATION VS. LIFE, SYNTHETIC WIREBAR COPPER. , 
Values determined on fractured bars. 


High-purity copper annealed at 500°C. is not due entirely to minor constituents, © 
(0.050 to 0.145-mm. grains) before testing per se. 
had a longer life (Table 4) than when 
annealed at 850°C. (0.575-mm. grains). _ Influence of Cooling Rate 

It is quite possible that the greater 1. The effect of cooling rate on the rup- 
strength of the silver-bearing tough-pitch ture properties of copper, as indicated in 
copper (No. 5) is due in part to its finer Figs. 1 to 8, is surprising, especially since 
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the spectrographically pure copper re- 
sponds similarly to the impure coppers. 

It is natural to suspect that the high- 
purity copper contains some impurity 
not detected spectrographically, such as 
carbon or gases, to which the observed 
effect may be attributed, so it is pertinent 
to review the history of this material and 
consider the possibility that such impurities 


may be present. 


The possibility of dissolved gases seems 
remote, since the high-purity copper was 
melted under nitrogen.® During the process- 
ing, the bar was hot-rolled in air but 
exposed at a high temperature only for a 
few minutes. The outside portion of the 
bars was always removed during the 
machining of the specimens. The annealing 
treatments prior to testing were carried out 
in evacuated quartz tubes in order to reduce 
gaseous contamination to a minimum. 

There is, of course, the possibility of 
carbon being present, since the copper was 
melted in high-purity graphite; however, 
the electrical conductivity of the copper is 
very high (102.3) and is not changed to 
any appreciable extent by saturating with 
oxygen® (which would oxidize the carbon), 
indicating that at most there is only an 
extremely smal] amount of carbon in 
solution. In view of the careful preparation 
and analysis (including the conductivity 
tests) of this material by Smart, Smith, and 
Phillips, it seems likely that copper No. 8 
is 99.999+ per cent pure. 

Assuming that the high-purity copper is 
truly pure, some factor other than “im- 
purities” must account for the effect of 
cooling rate on the rupture strength. But 
what other factors can be responsible for 
such an effect in a pure metal, which does 
not undergo an allotropic transformation? 
The answer to this question must, it 
seems, be related to the degree of perfec- 
tion of the crystal lattice. At high tempera- 
tures the lattice presumably is less perfect 
because of local thermal fluctuations and 
so contains imperfections in the atomic 


arrangement. In the simplest case the 
imperfections consist of vacant lattice 
sites. At low temperatures the fluctuations 
are smaller, and the lattice is more nearly 
a BOS Sees 


a b 
Fic. 11.—HIGH-TEMPERATURE FRACTURES IN 
COPPER. 
a. Short-time transcrystalline fracture.’ 
b. Long-time intercrystalline fracture. 


perfect. Slow cooling from a high tempera- 
ture allows the atoms to arrange themselves 
in nearly equilibrium locations, while 
rapid cooling may tend to “trap” an 
abnormally high number of imperfections 
in the lattice. Such imperfections are 
responsible for the weakness of metal 
crystals,’ and could be especially effective 
if they were concentrated at the crystal 
boundaries (the fractures considered in 
this discussion are of the intercrystalline 
type). The defects in the crystal boundaries 
or lattice act as stress raisers and cause 
plastic flow to start at unusually low 
loads. Consequently, such imperfections 
weaken the material.* The water-quenched 
bars should be weaker than those that 
were furnace-cooled because more imperfec- 
tions are present in the rapidly cooled 
material. 

The foregoing discussion also applies 
to the impure coppers, but the results are 
modified slightly by the minor constituents, 
especially in the presence of oxygen. 

*For a more detailed discussion of this 


subject the reader is referred to references 
6, 7, 8, and 9. 
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2. If water .quenching from a high 
temperature results in the retention of an 
abnormally high number of lattice imper- 
fections, then other metals, such as silver, 
should show differences in properties with 
cooling rate. Preliminary tests on silver 
did show a definite effect of cooling rate 
on the rupture life at 150°C.* 

3. Water-quenching from 500°C. should 
have less effect on the life than quenching 
from 850°C. because fewer imperfections 
would be present at s500°C., so that a 
smaller number would be “trapped” by 
rapid cooling. Tests were conducted to 
substantiate this proposal, and the results 
are given in Table 4. Variations in cooling 
rate from low annealing temperatures 
cause only slight differences in rupture 
properties. 


Influence of Lattice Imperfections 
on Various Properties 


1. Tensile tests at room temperaturet 
and short-time tests at 200°C. revealed 
little or no difference between the strength 
of water-quenched and furnace-cooled bars 
(fractures in these tests are transcrystal- 
line). Apparently the strength of the 
crystalline material was not affected by 
the cooling rate. Long-time tests at 
200°C. show big differences in life between 
furnace-cooled and water-quenched bars 
(the fractures in these tests are inter- 
crystalline). It seems that the rapid 
cooling has a large effect on the strength 
of the crystal boundaries and relatively 

* Material tested was Handy and Harman 
spectrographically pure silver (99.905-+ per 
cent). For a stress of 12,000 lb. per sq. in. the 
life was 143 hr. for the water-quenched silver 


compared with 273 hr. for the furnace-cooled 
material, 


+ The room-temperature tensile results on 
bars heated to 850°C. in nitrogen are: 


Tensile | Elonga- | Reduc- 
are Strength,} tion, tion of 
Lb. per |Per Cent] Area, 
Sq. In. | in r In, |Per Cent 
Waterequenched...... 30,750 43 75 
Furnace-cooled.......] 30,500 44 70 


a 


~ 
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little effect on the strength of the crystals, 
indicating that the imperfections are con- 
centrated at crystal boundaries. 

2. In addition to the rupture test at high 
temperatures, there should be other tests 
that are sensitive to the structural changes 
accompanying cooling. In general such 
tests as rupture, creep, or fatigue, which 
involve long periods of time, should, it 
seems, reveal differences in properties of 
a copper subjected’to various cooling rates; 
that is, the furnace-cooled material should 
have properties different from those of the 
water-quenched copper. 

Creep tests were made at 200°C. on 
furnace-cooled and water-quenched speci- 
mens. A great difference was observed in 
the creep characteristics; one of the most 
outstanding examples of the effect of 
cooling rate on creep is shown in Fig. 12. 
As expected, the water-quenched bar had 
a much greater creep rate than the furnace- 
cooled bar. 

3. Internal friction is also a structure- 
sensitive property greatly influenced by 
lattice imperfections. Read?! has shown 
that the damping increases with the num- 
ber of free dislocations present. Conse- 
quently, water-quenched samples might 
be expected to have a higher damping 
coefficient than furnace-cooled bars. Damp- 
ing Measurements were made on coppers 
7 and 8 in a manner similar to that used 
by Read.!° The results are listed in Table 5. 
The data on copper No. 7 are in accord 
with the theory. The results on No. 8, 
however, are questionable because this 
copper was very sensitive to handling. 
In one instance the damping changed by a 
factor of five because of excessive handling 
during treatment and testing.* The damp- 
ing of copper No. 7 did not change under 
the same conditions of handling. The 
samples were handled with extreme care 
for the final damping tests: but caution 
should be used in drawing conclusions 


* Read has shown similar effects in his work 
on deformation vs. internal friction.10 


aah Dt eh aS ta 


Div. 


from measurements of such a sensitive 
property. The data for copper No. 7 at 
least seems to substantiate the proposed 
existence of more imperfections in the 
water-quenched bars. 


TABLE 5.—Internal Friction® of Coppers 7 
and 8 after Various Treatments 


Logarithmic Decrement, 
Per Cent 
Copper ec 
Initial | Furnace-| Water- 
State cooled | quenched 
Cold- from from 
worked 850°C. 850°C. 
No. 7, synthetic 
wirebar.........- o.1II 0.20 0.30 
No. 8, high-purity. . 0.06 0.30 0.30 


@ Determined by Dr. R. O.'Fehr and Miss Hazel 
Morris, General Engineering Laboratory, General 
Electric Company. 

4. From Read’s work on damping it is 
known that cold plastic deformation pro- 
duces imperfections.'° Therefore, cold- 
deforming a furnace-cooled bar should 
introduce more imperfections* (or disloca- 
tions), and thus make the copper weaker. 
Examination of Table 6 will show that this 
is true for small degrees of prior cold-work 
(items 5 to 8 in the table) but that beyond 
a certain degree of cold-work the life 
increases (item 1 to 4). In other words, a 
slight. degree of cold-work will shorten the 
life of a furnace-cooled sample (i.e., the 
metal ‘‘strain-weakens” instead of strain- 
hardens) presumably by introducing addi- 
tional dislocations; in a like manner water 
quenching from a high temperature appar- 
ently results in the retention of imperfec- 
tions which weaken the metal. 

The changing effect of cold-work on the 
life of copper in a rupture test can be 
explained by the dislocation theory of slip 
as derived by Taylor, Orowan, and 
others.7—!° The slip of metals occurs by 

* The term ‘‘imperfections’’ is used in the 
same sense as dislocations in the text. Other 
types of imperfections are known to exist in 
crystals; e.g., mosaic structures. 

+ The effect of cold-work on the life of a 


furnace-cooled sample was determined only 
for the high-purity copper. 
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motion of imperfections through the 
crystal lattice, while work-hardening re- 
sults from the stoppage of dislocations; that 
is, if the imperfections are free to move the 
metal will creep easily, but if the disloca- 
tions are locked together and unable to 
move, the metal will have a greater resist- 
ance to slip. When a slowly cooled copper 
bar (having a minimum number of disloca- 
tions) is plastically deformed a small 
amount, only a relatively few additional 
dislocations are produced, many of which 
are free to move and thus produce slip 
at lower stresses than in the furnace- 
cooled material. Larger amounts of defor- 
mation (as by reducing to per cent in area 
by swaging) produce greater numbers of 
imperfections but in this case they are 
apparently locked together and unable to 
move, resulting in a stronger material. 


TABLE 6.—Effect of Prior Cold Deformation 
on Rupture Life of High-purity Copper 
at 200°C. 


Elonga- | Reduc- 
tion,? | tion of 
r. |Per Cent| Area, 
in 1 In. |Per Cent 


Treatment Stress, | pate 
(all bars annealed | Lb. per H ; 
at 850°C.) Sq. In. 


1. Furnace-cooled 
100°C. per 


quenched...... 18,000] 1.7 26 
3. Furnace-cooled, 
swaged, 10 per 
cent reduction 
Ol aredwe dares 
4. Furnace-cooled, 
swaged, 10 per 
cent reduction 
Of ATeBR.:... < 2's > 
5. Furnace-cooled 
100°C, per 
HOUT: ... suias oe 
6. Furnace-cooled 
100°C. per 
hour, +3.5 per 
‘cent elongation. 
7. Furnace-cooled 
25°C. per hour. 
8. Furnace-cooled 
25°C. per hour. 
bar slightly 


18,000 | 69 pas) 15 


17,250 | 87 6 15 


15,750 | 46 14 30 


15,750 | 14 II 25 


15,750 | 74 13 35 


15,750 | 29 13 35 


a Measured on the ruptured bar. 


In addition to the data reported in this 
paper, other evidence’?-'* has been pub- 
lished which indicates that cold plastic 
deformation does not always result in a 
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material with increased resistance to 
further deformation, but may, initially at 
least, produce a condition more favorable 
for slip. 
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dislocations move under the influence of a 
cyclic stress and thereby dissipate the 
vibrational energy as internal friction 
loss. In the early stages of deformation few 
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Fic. 12.—CREEP CURVES FOR COPPER NO. 7 TESTED AT 200°C. IN VARIOUS CONDITIONS. 


Read, for example, has shown” that 
internal friction is affected differently by 
small and large amounts of cold-work.!° 
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Fic, 13.—EFFECT OF PRIOR PLASTIC EXTEN- 
SION ON STRESS CORRESPONDING TO VARIOUS 
AMOUNTS OF OFFSET FROM PROPORTIONALITY. 
(C. S. Smith.") 


Initially the damping is increased by defor- 
mation, but decreased after a certain 
critical amount of cold-work. The explana- 
tion offered by Read is that the free 


dislocations are formed, and these are free 
to move; therefore, increasing cold-work 
results in increasing damping. After some 
deformation, the maximum number of 
free dislocations is reached. Additional 
deformation generates more dislocations, 
which unite with free dislocations and 
become ‘‘locked,” so that neither is free 
to move or dissipate energy. The internal 
friction then decreases with increasing 
amounts of cold-work. ‘ 

C. S. Smith gives additional evidence of 
“‘strain-weakening,” or the decrease in 
strength by plastic deformation.-12 Stress- 
ing a 70-30 brass rod to produce a perma- 
nent set of only 0.006 per cent dropped 
the o.0co2 per cent “offset proportionality 
limit”* from 23,000 lb. per sq. in. to 
14,500 lb. per sq. in., and further straining 
up to 35 per cent permanent elongation 
left the proportional limit at 8000 to 
10,000 Ib. per sq. in. These data are shown 
in Fig. 13. The o.o1 per cent offset stress 
decreases with prior extension up to ro per 
cent and increases thereafter; this being 

* The offset proportionality limit is the stress 


required to cause a specified deviation from the 
modulus line. 
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so, it appears likely that the 0.0002 per 
cent offset strength might likewise increase 
at some greater prior permanent extension. 

Orowan" gives still other examples of the 
effect of straining on the mechanical 
properties of single crystals. 


SUMMARY 


Minor Constituents—An addition of 
0.012 per cent of soluble elements to the 
high-purity copper was sufficient to in- 


crease the life twenty-fold (Table 2). The 


role played by soluble constituents in 
increasing the life is not clearly under- 
stood. The increased resistance to fracture 
of an oxygen-free copper containing soluble 
impurities appears to be related to the 
higher softening temperature. However, the 
effect is partly due to the smaller grain 
size of the impure copper. 

The presence of oxygen in the copper 
introduces other factors. Furnace-cooled 
oxygen-bearing copper was found to have 
a shorter life in rupture (at the same stress) 
than oxygen-free copper of the same general 
composition. 

The role of oxygen in reducing the life 
of an alloy copper appears to be one of 
purification of the copper matrix. In a 
furnace-cooled tough-pitch copper some 
impurities exist primarily as oxides, leaving 
a purer copper matrix of lower resistance 
to rupture than copper containing dis- 
solved elements. Water quenching, on the 
other hand, retains the elements in solu- 
tion, so that very little difference exists 
between the life of quenched oxygen- 
bearing and quenched oxygen-free copper 
of the same general analysis. The net 
effect of oxygen in an impure copper is to 
decrease the effect of cooling rate on the 
life under sustained loads. 

Cooling Rate.—It has been observed that 
great changes in the rupture life of copper 
at 200°C. are caused by varying the rate 
of cooling from the annealing temperature 
(Figs. 1 to 8). Specifically, the faster the 
cooling rate, the shorter the life and the 
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lower the ductility. This effect was found 
for a wide variety of coppers, including 
spectrographically pure copper (99.999+ 
per cent), and applies likewise for silver. 

The experimental data are explained 
by the hypothesis that attributes the effect 
of cooling rate to variations in the degree 
of perfection of the atomic arrangement. 
Water quenching retains imperfections in 
the lattice which were generated at high 
temperatures by thermal fluctuations; 
furnace cooling permits the atoms to 
become more perfectly arranged with 
fewer lattice imperfections. Such imperfec- 
tions or dislocations are assumed to be 
responsible for the weakness of metal 
crystals, and consequently the material 
containing the greatest number of free 
dislocations should have the skorter life; 
i.e., the water-quenched copper. . 

Variations in the rate wf cooling from 
the annealing temperature also influenced 
the creep characteristics and the internal . 
friction of the copper. 

Effect of Cold-work.—Small degrees of 
cold-work prior to testing were found to 
decrease the rupture life of furnace-cooled 
copper. Beyond a certain degree of defor- 
mation, the life was increased by cold 
stretching. This information on “strain- 
weakening” agrees with previous work by 
Smith,!12 Orowan,!3 and Read.!° In other 
words, plastic deformation does not always 
increase the resistance of a metal to further 
deformation, but may actually produce a 
condition more favorable for slip. 
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DISCUSSION 
(H. L. Burghoff presiding) 


A. A. SmirH, Jr.,* Barber, N. J.—The 
authors have presented some very interesting 
and useful data on the properties of copper and 
they are to be highly congratulated. We have 
all too little information on the properties of 


* American Smelting and Refining Company. 


RUPTURE PROPERTIES OF COPPER AT 200°C. 


copper at slightly elevated temperatures and 
this work is a very welcome addition. 

It will be noted that No. 7, which is a 
synthetic, oxygen-free copper, and No. 4 
which is a tough-pitch copper, have very 
nearly the same impurity contents except 
for the oxygen. However, there is a considerable 
difference in the rupture properties, the oxygen- 
free material being better at all stresses. 

Turning to No. 2, which is a silver-bearing 
oxygen-free copper, and to No. 5, which is a 
silver-bearing tough-pitch copper, it will be 
noted that the reverse appears to be true; ~ 
that is, the tough-pitch copper appears to be - 
the better. There is some difference in the 
silver content of these two coppers; the oxygen- 
free has the higher amount, which might be 
expected to further accentuate differences 
but which does not do so. : 

I wonder if the authors might have some 
explanation of the fact that in one case oxygen 
has a beneficial effect and in the other an ad- 
verse effect. 


H. L. Burcuorr,* Waterbury, Conn.— 
I should like to ask the authors if they have 
considered quenching strains as a_ possible 
factor in the observed differences between the 
quenched and the furnace-cooled materials. 

Another matter that merits discussion 
concerns the initial extension that occurs 
immediately upon application of the test 
load. As most of the stresses applied in the 
authors’ tests were well above the nominal 
yield strength of annealed copper at 200°C., 
the instantaneous elongations’ must have been 
considerable and, conceivably, a factor in the 
test results. I wonder if the authors have a 
record of those initial extensions and if they 
have considered what their effect may be. 


D. K. Crampton,t Waterbury, Conn.—I 
was very much interested in the observations 
that metallic impurities dissolved in the 
matrix usually materially improve the rupture 
strength. This might be taken as evidence of 
the falsity of the assumption all too commonly 
made that high purity in metals and alloys 
necessarily results in high quality or better 
properties. There are many other indications 

* Chase Brass and Copper Company. 


f Director of Research, Chase Brass and 
Copper Company. 
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DISCUSSION 


that this idea is erroneous. It is hoped the 
authors will continue this study and perhaps 
make a systematic investigation of various 
dissolved metallic impurities over a con- 
siderable range. 

I wish to ask the authors one question; i-e., 
whether the factors are progressive more or less 
from the start of exposure or whether they 
occur rather rapidly after a certain period of 
time. 


D. L. Martin and E. R. PARKER (authors’ * 


reply).—The variations pointed out by Mr. 
Smith are probably due to differences in grain 
size and not to any effect of oxygen. The silver- 
bearing tough-pitch copper (No. 5) has a finer 
grain size (Table 3) than the silver-bearing 
oxygen-free copper (No. 2) and _ therefore 
should be stronger, in view of the results in 
Table 4, which show a fine-grained copper to 
have a greater resistance to rupture at 200°C. 
than a coarse-grained copper. However, it 


“seems likely that for a constant grain size the 


en ae 
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' copper containing oxygen will have a shorter 


rupture life than an oxygen-free material, 


_ owing to inclusions or to purification resulting 


from oxidation. 

Dr. Burghoff has inquired about the possible 
effect of quenching strains in regard to explain- 
ing the observed effect of cooling rate. We 
found that samples furnace-cooled at a rate 
of 25°C. per hour had a longer rupture life at 
200°C. than samples cooled 100°C. per hour 
(Table 7). It is inconceivable that there could 
have been quenching strains in either sample, 
therefore some factor other than quenching 
strain was operating to produce the changes. 

The hypothesis advanced in the paper is 
open to question, of course. Dr. Burghoff has 
mentioned the initial extension of the bars as 
a factor that should be discussed. When the 
bar is loaded, there occurs an instantaneous 
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elongation of considerable magnitude. For 
example, in Fig. 12 the initial extension is 
shown to be over ro per cent. It would seem 
that atomic changes occurring during the 
initial extension would mask out any struc- 
tural changes produced by a variation in the 
cooling rate. Apparently that does not occur, 
for the effect of the final cooling treatment per- 
sists after the loading of the bar. Therefore, it 
appears that the initial variations in the 
degree of perfection of the atomic arrangement 
due to variations in the prior cooling treatment 
are not changed by the deformation that 
results when the bars are loaded. 


TABLE 7,—Effect of Variations in Cooling 
Rate on the Rupture Life of High-purity 
Copper at 200°C, 


: Elon- Hes 
tress, gation,| duc- 
Treatment . | Life, | Per | tion of 
(Bars Were Annealed | per: | Hr. | Cent | Area, 
at 850°C.) Sq. In. in Per 
1 In. | Cent 
Water-quenched...... 15,750 6 18 
Furnace-cooled 
£00°G./hour.:.c. << 15,750} 46 I4 30 
Furnace-cooled 
25°C PROUPS oo. 5.525 -|I5,750| 74 13 35 


In connection with Dr. Crampton’s ques- 
tion, we have found that microscopic cracks 
do not start to form until the final stage of 
creep prior to rupture. However, it is likely 
that defects are forming in the grain bound- 
aries at all stages but that they are too small to 
detect under the microscope. The strengthening 
effect of alloying elements and the effect of 
cooling rate is evident from the time the load 
is first applied. In Fig. 12, for example, the 
water-quenched sample has a much higher 
creep rate at all stages of the test than has the 
furnace-cooled copper. 


High-speed Tensile Impact Tests on Single-crystal and 
Polycrystalline Bars of Copper 


By E. R. Parker,* Junior Memper A.I.M.E., anp E. A. Smira* 
(New York Meeting, February 1944) 


METALLURGISTS and engineers have 
always been interested in the mechanism 
of high-speed deformation because metals 
are rapidly deformed in various applica- 


Single-crystal copper specimens were 
broken in tension at impact velocities 
up to roo ft. per sec. The distribution of 
slip bands in the fractured crystals was 


Fic. 1.—SINGLE-CRYSTAL TEST BAR SHOWING THREADED BUSHINGS SILVER-SOLDERED TO CRYSTAL 
WITH TWO VIEWS OF A FRACTURED CRYSTAL. 


tions and manufacturing processes. The 
deformation of metals by impact loads 
has recently engaged the attention of a 
number of investigators. Many of their 
results have not been disclosed but some 
of the published investigations!~®’ have 
shown that the tensile strength, yield 
strength and elongation generally increase 
with increasing strain rate. The investiga- 
tion reported herein is an attempt to 
determine the reason for this increase in 
strength and elongation. 


Manuscript received at the office of the 
Institute Dec. 10, 1943. Issued as T.P. 1704 in 
METALS TECHNOLOGY, April 1944.° 

* Research Laboratory, General 
Co., Schenectady, N. Y- 

1 References are at the end of the paper. 
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found to depend upon the strain rate. In 
the bars broken at high speeds, the slip 
bands appear to be more numerous. This 
might account for the higher strength as 
well as the greater elongation. 


EXPERIMENTAL PROCEDURE 


Single crystals of copper (approximately 
99.98 per cent) were made in graphite 
molds by the conventional method of 
lowering the mold out of the hot zone of a 
hydrogen furnace at a rate of one inch 
per hour. Solidification progressed from 
the bottom upward, forming a single 
crystal. The crystals were about 0.30 in. 
in diameter and 4 in. long. They were 
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Fic. 3.—STRESS-TIME RECORD FOR SINGLE CRYSTAL BROKEN AT 25 FEET PER SECOND. TIMING 
WAVE IS 2000 CYCLES PER SECOND. 


Stress, lb. per sq.! 


40 50 60 10 80 90 100 


Elongation, per cent 
AIN CURVES FOR SINGLE CRYSTALS BROKEN AT DIFFERENT 
IMPACT VELOCITIES. 
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made into test bars by sliding threaded 
steel bushings over each end of a-crystal 
and then flowing silver solder between the 
crystal and the bushing. The inside 


Static 


diameter of the bushings was slightly 
greater than the diameter of the crystals, 
to allow space for the silver solder. The 
bushings. were placed so that the gauge 
length of the crystals was one inch. The 
assembly is shown in Fig. 1, with two 
views of a fractured crystal. Annealed 
polycrystalline copper bars of similar 
‘shape were machined from solid stock. 
X-ray measurements .were made on all 
single crystals to determine their orienta- 
tions. The results are shown in Fig. 2, 
where the location of the axis of each 


HIGH-SPEED TENSILE IMPACT TESTS ON BARS OF COPPER 


specimen is indicated on a standard 
projection. The bars were broken in a 
commercial variable-velocity tension 1m- 


pact machine, which has been described - 


25 Ft. per Second 
Fic. 5.—SLIm BANDS ON CRYSTALS 


Above, photomicrographs. X 500. Below, electron 


in detail elsewhere.”* The stress and strain 
were recorded by means of wire strain 
gauges and a special commercial oscillo- 
graph, also described in detail elsewhere.® 1" 

The equipment and method can be 
briefly described as follows. The impact 
machine consists of a motor-driven flywheel 
containing a two-pronged hammer. This 
hammer is held retracted in the flywheel 
until the desired impact speed is reached, 
then it is released to strike a cross arm 
screwed on one end of the specimen. The 
other end of the specimen is screwed into 
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a heavy ballistic pendulum and conse- 
quently is held essentially stationary while 
the bar is being broken. From the swing 
of the ballistic pendulum the energy 


50 Ft. per Second 
BROKEN AT VARIOUS IMPACT VELOCITIES. 


micrographs. X 5000. (Formvar replica method.) 


absorbed by the bar during fracturing can 
be calculated. 

For measuring stress, a wire strain gauge 
was placed on the extension arm connecting 
the test bar and the pendulum. Previously 
reported experiments!® had shown that if 
certain precautions are taken the stress 
measured in this way agrees very well 
with the stress measured on a large- 
diameter portion of a special test bar 
having large and small sections. The 
oscillations of stress set up by the shock 
waves, however, differ considerably in the 
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extension arm and the test bar. In the 
stress calculations the oscillating com- 
ponent of stress must be neglected, and 
only the steady component calculated 


too Ft. per Second 


from the records for the stress-strain 
curves. The strain was measured by the 
change in resistance of a wire stretched 
parallel to the axis of the test bar. The 
flywheel was so large that the front end 
of the test bar came up to speed very 
quickly and the strain was found to be 
proportional to time except for a relatively 
short time interval immediately following 
the impact. 

The output from the strain gauges was 
amplified and fed into special cathode-ray 
oscillographs. The trace of the beam was 
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more generally in the high-speed tests. 
This might account for the observed 
increase in elongation. The electron 
micrographs are valuable for studying 


photographed with a high-speed camera. 
A timing wave of 2000 cycles per second 
was photographed simultaneously. 

Before testing, the single-crystal speci- 
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Fic. 6.—TENSILE STRESS-STRAIN CURVES FOR POLYCRYSTALLINE BARS BROKEN AT DIFFERENT 
IMPACT VELOCITIES. 


mens were polished electrolytically by 
Jacquet’s!! method, so that the distribution 
of slip bands in the fractured crystals 
could be studied. 


RESULTS 


One of the stress-time records is shown 
in Fig. 3. Tensile-stress and tensile-strain 
curves were calculated from the steady 
component of stress using the original 
cross-sectional areas of the bars. These 
curves are shown in Fig. 4 for single 
crystals broken at impact velocities of o, 
25, 50 and roo ft. per sec. Before a direct 
comparison could be made it would be 
necessary to know the resolved shear- 
stress vs. shear-strain curves. Even from 
the tensile stress-strain curves, however, 
the increase in elongation with the speed 
of fracture is evident. 

The surfaces of the broken bars were 
examined microscopically. The distribution 
of slip bands appeared to vary with impact 
velocity. Fig. 5 shows the photomicro- 
graphs of the slip bands. A comparison of 
the samples, particularly the one broken 
statically and the one fractured at roo ft. 
per sec., indicates that deformation occurs 


the shape of the slip bands but not for 
studying the distribution, because of the 
small area visible at such. high magni- 
fication. In the electron micrographs, 
the bands appear to increase in width 
as the impact velocity increases, indicating 
that more planes function in each band. 
These observations were verified by testing 
and examining a duplicate set of crystals. 
The results obtained with polycrystalline 
bars are in good agreement with those 
obtained with single crystals. The stress- 
strain curves shown in Fig. 6 clearly 
illustrate the increase in tensile strength 
that occurs when bars are broken at 
high strain rates. The elongation values 
for bars broken at high speeds are con- 
sistently greater than the static elongation 
but there is some scatter in the values. 
The bar broken at 50 ft. per sec. had a 
slightly lower elongation than the bar 


' broken at 25 ft. per sec. The polycrystalline 


bars were marked at short intervals along 
the gauge length, so that the general 
elongation of the bars away from the 
fracture, as well as the total elongation, 


_could be measured. The results obtained 


for general and total elongations are listed 
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in Table 1. From these it is evident that 
bars broken at high speeds undergo greater 
general elongation than bars fractured 
statically. This is in agreement with the 
observations on single crystals, which 
showed that more slip occurred in the 
rapidly deformed crystals. The energy 
required to rupture the polycrystalline 
bars was obtained by integrating the area 
under the stress-strain curves. These 
values agreed reasonably well with the 
energy calculated from the swing of the 
ballistic pendulum. 


Discussion OF RESULTS 


Without going into the details of the 
mechanism of deformation and shock-wave 
analysis in high-speed impact tests, it is 
possible to obtain some plausible correla- 
tions between the observed phenomena. 

It appears that a greater number of 
slip planes function in the operating slip 
systems when crystals are broken by 
rapidly applied loads. If the same amount 


' of strain occurs in each slip band, the 


greater number of operating bands could 
account for the increased elongation. 


TABLE 1.—Elongations 


Impact General Total 
Velocity, Elongation, Elongation, 
Ft. per Sec. Per Cent Per Cent 


« The elongation of the specimen broken at 
roo ft. per sec. is abnormally high because 


“necking down’’ occurred at two places. 
Double necking has been observed before and 
is not uncommon. It does, however, illustrate 
the tendency toward greater general elongation, 
characteristic of bars broken at high speeds. 


In the crystals broken at high speeds, 
the slip bands seem to be much closer 
together. Consequently, the material has 
undergone more strain per unit volume, 
therefore it is reasonable to expect a 


greater degree of strain-hardening and 
thus a higher strength. 

It is hoped that further research will 
enable experimenters to determine quanti- 
tatively the connection between the 
density of slip bands and mechanical 
properties. 

At the present time, there is an incom- 
plete .understanding of the mechanism 
by which more slip bands form during the 
high-speed tests. Theories concerning their 
formation may be evolved as research 
in this field progresses. 
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Tue solubility of hydrogen in molten 
» copper-tin alloys is of both practical and 
_ theoretical .interest. From a_ practical 
standpoint, data on the equilibrium solubil- 
$ ity as a function of temperature, pressure 
_ and alloy composition are valuable for a 
_ better understanding of porosity problems 
in bronze castings. From the theoretical 
point of view the determination of the 
hydrogen-copper-tin equilibrium is of inter- 
7 est since it extends the laws governing the 
solution of gases in metals. 
j This paper presents the results of an 
_ investigation of the solubility of hydrogen 
; in representative compositions of the cop- 
per-tin system at temperatures ranging 


™ 
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from above the liquidus to 1300°C. and at 
pressures from less than 50 mm. of mercury 
to about atmospheric. 


REVIEW OF PREVIOUS WORK 


_ The solubility of hydrogen in copper was 
_determined by Sieverts and Krumbhaar' 
in 1910 and by Roentgen and Moeller? 
in 1934. Their values are in fair agreement. 
_ In 1926 Iwasé? reported results that were 
_ very much higher. 

The published data on the solubility of 
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ment of the requirements for the degree of 
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at the office of the Institute Nov. 19, 1943. Is- 
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Solubility of Hydrogen in Molten Copper-tin Alloys 


By Micwarr B. Bever,* JuNioR MEMBER, AND Cart F. FLor,t MemBer A.J ME. 


. (New York Meeting, February 1944) 


hydrogen in tin do not agree. Smithells4 
states that-no reliable data are available. 
According to Sieverts and Krumbhaar,® 
hydrogen is insoluble in tin. Bircumshaw,® 
on the other hand, found a definite solubil- 
ity at 800°C. The latter’s experimental 
procedure did not provide for stirring of 
the metal and in his opinion he failed to 
reach equilibrium. Iwasé* again reported 
large solubility values. 

For copper alloys, Sieverts and Krumb- 
haar® distinguished between alloying ele- 
ments that do not markedly affect the 
solubility of hydrogen, elements that in- 
crease the solubility, and elements that 
reduce it. They named gold, tin, and alumi- 
num as examples of this last group and 
reported hydrogen solubility data at 
1225°C. for the copper-rich side of these 
alloy systems at atmospheric pressure. 
Without giving experimental results, they 
stated that the amount of hydrogen dis- 
solved by liquid copper alloys is propor- 
tional to the square root of the pressure as 
in pure metals. These authors suggested 
that in a limited way the effect of an alloy- 
ing element on the solubility of a gas is 
related to the constitution diagram for the 
alloy system. Sieverts’ also called attention 
to the fact that the curve of hydrogen 
solubility versus composition of copper-tin 
alloys shows a sharp change of direction at 
the composition of CusSn and suggested 
that this compound persists at least to 
some extent in the molten state. 

Iwasé? reported large hydrogen solubility 
values for several compositions of copper- 
tin alloys, which appear to be in error. 


149 


150 


In 1929 Sieverts® gave a review of his 
earlier work on the solubility of gases in 
metals, including a summary of the effects 
of alloying elements. 


EXPERIMENTAL METHODS 


The apparatus used for the determina- 
tion of solubility was based on a principle 
first developed by Sieverts. This method 
determines the solubility by finding the 
difference between the volume of soluble 
gas admitted to the furnace at a certain 
temperature and pressure and the so-called 
“hot volume,” which is the volume of an 
insoluble gas necessary to fill the furnace 
under the same conditions. The furnace and 
accessory equipment used were similar to 
those described by Floe and Chipman.® By 
using capillary tubing and charging the 
furnace to capacity it was possible to keep 
the hot volume low. In none of the runs did 
it exceed 20 c.c. and in most runs it was of 
the order of 12 to 14 c.c. This represents a 
substantial reduction from the hot volumes 
used by other investigators. A low hot 
volume is desirable because it increases the 
accuracy of the solubility determinations. 

The procedure for making solubility 
determinations was essentially the same as 
that described by Floe and Chipman,® but 
because of the small solubilities involved in 
many instances, special precautions had to 
be taken. The molten alloys were first 
thoroughly deoxidized with hydrogen, then 
the hot volume was determined with 
nitrogen, which is insoluble in both copper 
and tin. Some hot volumes were checked 
with argon and helium~and satisfactory 
agreement was obtained. Within the limits 
uf observation the hot volume was found to 
be a straight-line function of temperature. 

In some instances the hot volume under- 
went a small change during a run, probably 
owing to one or both of two causes. First, if 
a metal deposit formed along the upper 
walls of the crucible, due to condensation or 
splashing of the metal, the temperature 
distribution in the gas space, and conse- 
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quently the hot volume, would change. 
Second, it was found that if the crucible 
had plane surfaces and was kept under 
vacuum at high temperatures for extended 
periods, these surfaces were inclined to 
change permanently by curving inward. 

It is well known that hydrogen diffuses 
through fused silica at the temperature of 
molten copper.!° The effects of such diffu- 
sion were noticeable if hydrogen was left in 
the furnace for extended periods. However, 
since equilibrium was obtained very rapidly, 
the data reported here were not affected 
by the diffusion loss to a significant degree. 

The copper used was high-purity elec- 
trolytic sheet prepared by the method of 
Smart, Smith and Phillips." In addition to 
negligible amounts of occluded electrolyte, 
the impurity contents stated in Table 1 


of their paper are believed to apply to this. 


material. The tin was analyzed chemically 
pure grade with total reported impurities 
less than 0.007 per cent. Tank gases were 
used with a purity of 99.5 per cent for 
nitrogen and 99.95 per cent for hydrogen. 
The argon used was reported to analyze 
99.4 per cent argon and o.6 per cent nitrogen. 

The metals were cut to fit the crucible, 
and cleaned by pickling. They were charged 
to the crucible in as compact a manner as 
possible and the furnace was sealed. It was 
found feasible to make the alloys in the 
furnace by charging weighed amounts of 
copper and tin. One low-tin and one high- 
tin alloy were analyzed and the composi- 
tions were found to agree with the charge 
calculations within the probable analytical 
errors. The amount of metal charged 
varied between 120 and 215 grams. 

Temperatures were read on an accurate 
potentiometer, which was connected to a 
platinum platinum-rhodium thermocouple. 
The freezing points of copper and tin were 
used for calibration. The temperature of the 
bath, which was heated by induction, could 
be controlled within +2°C. The stirring 
action of the induction heating accelerated 
the attainment of equilibrium. 
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RESULTS OF EXPERIMENTAL WORK 


The solubility of hydrogen in pure molten 
copper as a function of temperature at one 
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solubility of hydrogen in pure copper as 
a function of pressure at 1200°C. is shown 
by the uppermost curve in Fig. 2; the 
observed values are tabulated in Table 2. 


1300 


TEMPERATURE °C 


Fic. 1—SOLUBILITY OF HYDROGEN IN MOLTEN COPPER AT ONE ATMOSPHERE PRESSURE AS A 
FUNCTION OF TEMPERATURE. 


atmosphere pressure is shown in Table 1 
and in Fig. 1. Data reported by Sieverts® in 


TABLE 1.—Solubility of Hydrogen in Pure 
Copper at One Atmosphere Pressure and 
Various Temperatures 


Cusic CENTIMETERS PER 100 GRAMS CopPpPER 
eee Ce ae 


Run No. rr00°C. 1200°C. 1300°C. 
13 5.76 7.28 9.31 
ny 5.70 ; 7-39 9.43 


1929 and the results of Roentgen and 
Moeller? are also included in Fig. 1. The 


TABLE 2.—Solubility of Hydrogen in Pure 


Copper at 1200°C. and Various Pressures 
De ae Bk en ee 


Pressure, Hz per 100 Grams 
Run No. Mm. Hg Metal, C.C 
13 59.1 1.95 
106.4 2.75 
220.6 3.94 
430.5 5.44 
. 548.0 6.16 
750.7 7.36 
I5 IOI.4 2.62 
193.9 3.66 
313.4 4.62 
435-9 5.52 
579.6 6.40 
671.6 FOL 
750.6 7.46 
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Table 3 lists the measured solubilities of lated in Table 4 and are included in Fig. 2. 


hydrogen in pure tin as a function of tem- In Fig. 3 the solubility of hydrogen in the 


perature at one atmosphere pressure. This different copper-tin alloys at one atmos- 
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FIG. 2.—SOLUBILITY OF HYDROGEN IN COPPER AND COPPER-TIN ALLOYS AT 1200°C. AS A FUNCTION 
OF PRESSURE (mM. Hg). 


solubility was too small to permit an phere pressure has been plotted as a func- 
investigation of the effect of pressure. tion of temperature. 

The observed values for the solubility of Table 5 and Fig. 4 show the solubility of 
hydrogen in different copper-tin alloys as a hydrogen at one atmosphere pressure versus 
function of pressure at 1200°C. are tabu- alloy composition for different tempera- 
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tures. The units used in Fig. 4 are cubic 1 gram mol of metal versus atomic per cent 
centimeters of hydrogen dissolved in roo of tin in the metal. All hydrogen volumes 


TABLE 3.—Solubility of Hydrogen in Pure are reduced to standard temperature and 
Tin at One Atmosphere Pressure and 


Various Temperatures TABLE 5.—Solubility 
C.C. Hz In 100 GRAMS 


pressure. 


of Hydrogen in 

Copper-tin Alloys at One Atmosphere 

Pressure and Various Temperaiures 
C.C. He IN 100 Grams ALLOY 


Wt. | At. 4 
a rink bax 1000°C.| 1100°C,| 1200°C.]| 1300°C. 
Sn Sn 

grams of metal versus weight per cent of tin 10,12] 5.9] 3.3 Wet eset mack 
i i ci. 5 SSieaebO ie acca SShaSramGnse 
in the pei 5 eager 4 | 209] aaa] Bar| for] Soa | Size 

centimeters 0 rogen per 3 | 40.2) 26.4) 0.53 | 0.94] 1.50 
values of cubic ce ydrogen p Sd ee eRe SR ea A 

TABLE 4.—Solubility of Hydrogen in 
Copper-tin Alloys at 1200°C. and 
Various Pressures DIscussION OF RESULTS 


The values for the solubility of hydrogen 

Sn Pressure, | H2per 100 - t h 
Bun No. | per Cent |. Mm. He Moras : in pure copper at one atmosphere pressure 
oa’ <<" agree closely with those reported by Roent- 
gen and Moeller and are about 10 per cent 


ee abs lower than those of Sieverts. In the range 
ete see covered the solubility is approximately a 
. 9 pipet straight-line function of temperature. How- 
pa eran ever, the measured values do not conform as 
7 10 iste = mie closely to a straight line as do those of other 
£ 177.2 3.06 investigators, but give a curve of slowly 
=e a increasing slope. Fig. 3 shows similar up- 
: re ep ward curves for the hydrogen solubilities 
: ee ee in the various copper-tin alloys investigated. 
3 a4 aoe The solubility of hydrogen in copper as 
y 6 ple mer well as in copper-tin alloys determined at 
247.7 3.04 1200°C. is proportional to the square root of 
626.8 4.87 pressure within the limits of experimental 
$ 14 "oa.8 #0 ee Rae law, Pema ee in 
4 rane aaa etail by Floe an ipman,® is thus 
porte oe obeyed. i 
4 aus ns The experiments on the solubility of 
% 3 26.5 0.35 hydrogen in pure tin indicate definite 
5 423.1 1136 though very small solubilities. This result 
: are ha is in disagreement with the work of Sieverts 
ee: — and Krumbhaar,* who reported that 
4 16 en pte: hydrogen is insoluble in tin. On the other 
ot DBs hand, the measured solubilities are only 
pias oes about one tenth as large as the values of 


Twasé.? His work, which also includes data 


Bt SS ene 
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on the solubility of hydrogen in a few cop- 
per-tin alloys, apparently was affected by 
some fundamental error, and therefore does 
not warrant discussion. Bircumshaw® found 
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These values also exceed the probable © 


effects of diffusion and of any difference in 
the thermal properties of hydrogen and 


nitrogen. They are, however, of negligible ~ 
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Fic. 5.—SOLUBILITY OF HYDROGEN IN MOLTEN COPPER-TIN ALLOYS AT ONE ATMOSPHERE PRESSURE 
AS A FUNCTION OF ALLOY COMPOSITION. 


a solubility of about 0.3 c.c. of hydrogen in 
roo grams of tin at 800°C., but he con- 
sidered his work as inconclusive owing to 
failure to establish equilibrium. | 

In evaluating the determinations of 
hydrogen solubility in pure tin reported 
here, the values measured at 1100°, 1200°, 
and 1300°C. are larger than the probable 
combined errors in the measurement of 
volumes, pressures, and temperatures. 


magnitude compared with the solubilities in 
copper and copper-tin alloys. 


The solubility of hydrogen in copper-tin _ 


alloys as a function of alloy composition 


ae oe 


decreases with increasing tin content. In _ 


conventional units (Fig. 4) and in basic 


units (Fig. 5) the curves representing the ~ 


functions consist of two nearly linear parts, 
which have considerably different slopes 
and intersect sharply at about 25 atomic 


o> eet 


a .*.- 
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per cent of tin. The intersection thus lies 
at or close to the composition of Cu;Sn. 
This same type of curve was obtained by 
Sieverts and Krumbhaar at 1225°C., as 
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at or near the composition of CusSn. The 
magnetic susceptibility data of Endo, which 
include measurements on solid copper, the 
two-phase region and liquid alloys, are the 


MAGNETIC SUSCEPTIBILITY 
(950 °c) 


40 50 60 70 80 90 
WEIGHT % SN 


100 


Fic. 6.—VARIOUS PHYSICAL PROPERTIES OF COPPER-TIN ALLOYS AS FUNCTIONS OF COMPOSITION. 


previously noted. Their values for solubility, 
however, were considerably higher than 
those reported here. 

Certain physical properties of molten 


- copper-tin alloys are presented in Fig. 6 as 


functions of composition. The values are 
due’ to Bornemann and Wagenmann” 
(electric resistivity), Endo (magnetic 
susceptibility), and Bornemann and Sauer- 
wald!4 (density). It is evident that these 
properties also undergo asignificant change 


least decisive in this respect. Magnetic 
data on this system were also published by 
Honda and Endo.!® Bornemann and 
Wagenmann concluded on the basis of 
their electric resistivity measurements that 
Cu;Sn exists in liquid copper-tin alloys. The 
density determinations by Bornemann and 
Sauerwald also point to the existence of 
liquid Cu;Sn. 

From the solubilities reported in Tables 
1, 3 and 5, it is possible to calculate the 
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heats and free energies of solution of 
hydrogen in different compositions of the 
copper-tin system. The methods of calcula- 
tion have been indicated in the second 
paper by Floe and Chipman'® on the 
solubility of sulphur dioxide in copper. 

From a practical standpoint, it is of 
interest to ask whether the addition of tin 
to molten copper reduces the amount of 
hydrogen soluble in the melt to any signif- 
icant extent. Table 6 shows the percentage 
of reduction in solubility of hydrogen when 
5.9 per cent and 11.5 per cent, respectively, 
of tin are added to copper. 


TABLE 6.—Effect of Additions of Tin in 
Reducing the Solubility of Hydrogen 
in Copper-rich Copper-tin Alloys 


Per Cent Reduction in He Solubility 


Deg. C. 
\ 5.9 Per Cent Sn | 11.5 Per Cent Sn 
Added Added 
II00 —16.2 =—28.2 
1200 —14.5 —27.2 
1300 —16.7 — 26.9 


In spite of this reduction, however, the 
amounts of hydrogen that are soluble even 
with such low partial pressures of hydrogen 
as occur in furnace atmospheres are substan- 
tial, particularly in terms of actual volumes 
at high temperatures. While a complete 
quantitative understanding will also require 
data on the solubility of hydrogen in solid 
bronze, the investigation reported here 
points definitely to hydrogen as a major 
cause of porosity in bronze castings. This 
result confirms the work of Pearson and 
Baker’ on experimental castings. 


SUMMARY AND CONCLUSIONS 


The solubility of hydrogen in representa- 
tive compositions of the copper-tin system 
has been studied as a function of tempera- 
ture, pressure and composition. The follow- 
ing results were obtained: 
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1. The solubility of hydrogen in pure 
copper between 1100° and 1300°C. is 
nearly directly proportional to tempera- 
ture. Within fairly close limits the values 
determined in two previous investigations 
were confirmed. ; 

2. The solubility of hydrogen in pure tin 
is negligibly small at these temperatures. 
This is in disagreement with some state- 
ments in the literature. 

3. The solubility of hydrogen in differ- 
ent liquid copper-tin alloys is a regular 
function of composition. It decreases 
rapidly with additions of tin up to approxi- 
mately 40 per cent by weight or 25 atomic 
per cent and quite slowly with further 
additions. Both parts of the curve are nearly 
straight lines. The intersection of these 
lines at about 25 atomic per cent of tin 
is interpreted as an indication that CusSn 
exists in the liquid state. 

4. The solubility of hydrogen in pure 
copper and in copper-tin alloys measured at 
1200°C. is proportional to the square root of 
the pressure in accordance with Sieverts’ 
law. 
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DISCUSSION 
(E. W. Palmer presiding) 


A. J. Smitx,* Cincinnati, Ohio.—It is very 
gratifying to have some precise data on the 
solubility of bases in copper alloys. Such 
data are urgently needed for proper study and 
control of melting and casting. We ourselves, 
because of certain data accumulated in the 
past on porosity in tin-bronze castings, have 
somewhat discounted hydrogen rejection as a 
major cause of such porosity. 

For many years the brass foundryman 
labored under great difficulties because of the 
erroneous idea that oxidation of the melt was 
responsible for porous castings. Qualitatively 
this misconception was dispelled a number of 
years ago and the paper today helps place 
our ideas on a quantitative basis. 

Undoubtedly the causes of porosity are 
to be found in the collective influences of a 
number of factors, and I think what we shall 
have to do in many cases is to study the 
factors individually before we can make any 
study of their collective influence. 

We need very specific data on what the 
gas solubilities are and how they change at the 
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freezing point. We learn that hydrogen is 
markedly soluble. We would like to know, for 
these and similar alloys, just 
how its solubility varies with changes in the 
hydrogen-oxygen ratio. Only by finding 
exactly how much hydrogen will dissolve and 
how much oxygen, can we make a balance 
between the two. We need these very precise 
data right at the start. 

Too many generalities have appeared in the 
literature, with no really substantial data to 
back them up. 


copper-tin 


D. R. Hutt,* Waterbury, Conn.—This 
paper has great practical importance. I 
merely wish to emphasize what has already 
been mentioned; that is, the significance of 
the gas solubility change at the freezing point. 
It is a little bit surprising, if one is to base his 
views on the behavior of bronzes in actual 
casting, to learn that this solubility decreases 
with the increase of tin. The visual evidence of 
gas certainly increases with tin, at least up 
to 10 per cent tin. Since this evidence occurs 
mainly when the metal freezes, the inference 
is that the solubility of gas in solid bronze also 
decreases as tin increases and at a greater rate 
than in liquid. It all comes back to the 
change of solubility at the freezing point, and 
if the thing could be correlated with that, we 
might have an explanation of a great deal of 
practical behavior of bronzes. 


C. F. Fiore (author’s reply)—The experi- 
mental technique used did not permit measure- 
ment of the change in hydrogen solubility 
at the freezing point. However, it is believed 
that the major part of the hydrogen dis- 
solved just above the freezing point is evolved 
during solidification, both in pure copper and 
in copper-tin alloys. 

The visual evidence that more gas is evolved 
from bronze with increasing tin content, 
mentioned by Mr. Hull, seems to us to indicate 
the presence of gases other than hydrogen. 
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Preferred Orientation in Annealed 70-30 Brass Wire 


By H. L. Burcuorr,* MemBeEr, AND J. S. Porrer,t Juntor Memper, A.I.M.E. 


(New York Meeting, February 1944) 


TuIs paper presents the results of an 
investigation of the effect of cold-working 
and annealing treatments upon the oc- 
currence of preferred orientation in an- 
nealed brass wire. The subject has received 
less consideration than has the same 
phenomenon in annealed brass sheet or 
strip, and perhaps very properly so in 
view of the obvious and undesired results 
obtained in the forming or drawing of strip 
having preferred orientation, which results 
are in contrast with the lack of any spec- 
tacular visual evidence in wire. 

The factors of cold-working and anneal- 
ing that control preferredness in strip 
are naturally expected tofunction similarly 
in wire. Indeed, one might expect the 
condition to be commoner in annealed 
wire, because the severity of the cold- 
working between anneals in commercial 
practice is usually much greater for wire 
than for strip. For example, a wire that 
is to be finished in the annealed condition 
on a diameter of 0.040 in. is commonly 
subjected to a final reduction of 90 per 
cent between the last two anneals, the 
large reduction being accomplished in the 
successive drafts of a multiple-die machine. 
Wire for rivets, for instance, on 0.125-in. 
diameter, although given a slight reduction 
of about ro per cent after the final anneal, 
may have been given a prior reduction of 
75 to 80 per cent. 


Manuscript received at the office of the 
Institute Nov. 30, 1943. Issued as T.P. 1688 in 
METALS TECHNOLOGY, April 1944. 

* Research Metallurgist, Chase Brass and 
Copper Co., Waterbury, Connecticut. 

+ Research Assistant, Chase Brass and 
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Barrett! states the fiber axis of annealed 
70-30 brass wire to be [111], with some 
indication of [100] as a secondary fiber 
axis. Croft and Sachs? have reported 
briefly on some differences in brass wire 
with random and with preferred orienta- 
tions. They showed statistical plots of 
the twin-band angles with respect to the 
wire axis or direction of drawing as 
observed on an axial plane. They also 
pointed out that the resistance of the 
wire to corrosion-cracking when externally 
stressed and exposed to a mercurous nitrate 
solution decreased as the degree of the 
preferred orientation increased. 


MATERIAL AND PROCEDURE 


All the wire for the investigation was 
processed from one portion as cut for 
extrusion from a cast billet of the following 
analysis: 70.13 per cent copper; o.o1 lead; 
0.01 iron; 0.02 nickel; 29.83 zinc (by 
difference). The billet section, 8 in. in 
diameter, was extruded hot to 34-in. 
diameter, after which it was processed by 
alternate cold-drawing and annealing treat- 
ments as indicated in Fig. 1. The earliest 
anneals in process were at about r100°F. 
and the next to the last reductions by 
drawing were 58 per cent. The diameter 
of the finally annealed wire was 0.132 in. 
Semifinal anneals were at 80c°F., 950°F. 
and r1roo°F. and reductions of 47.5, 74, 
83.5 and 89.5 per cent were employed in 
drawing to 0.132 in. The final anneals were 
at 875°F., 1050°F. and 1250°F. and were 


1 References are given at the end of the 
paper. 
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made, as were the semifinal anneals, in an 
automatically controlled laboratory fur- 
nace for periods of one hour at temperature. 
The three semifinal anneals, the four 
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and frequency distribution plots of these 
were made.* Only one angular value was 
taken to represent a group of parallel 
twin bands within one grain; that is, any 


8 in. (cast) 


0.750 in. (extruded) 
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Fic. 1.—STEPS IN PROCESSING 70-30 BRASS USED IN INVESTIGATION, FROM CAST BILLET TO 
FINALLY ANNEALED WIRE, INCLUDING INTERMEDIATE SIZES, PERCENTAGE REDUCTIONS IN COLD- 


DRAWING AND ANNEALING TEMPERATURES. 


final draws, and the three final anneals 
thus yielded 36 differently processed 
materials in the annealed condition on 
0.132 inch. 

The microstructures of transverse and 
axial sections were examined and grain 
sizes were estimated for the semifinal 
and the final anneals. The angles of the 
twin bands with respect to the wire axis 
were determined from photomicrographs 
of axial sections for several materials 
finally annealed at 1050°F. and 1250°F., 


angle measured for twins within a grain 
was listed only once for the observations 
upon that grain. This analysis could not 
be satisfactorily applied to material an- 
nealed at 875°F. because the detail of 
many of the grains in the microstructure 
was not sufficiently clear for convenient 
handling. 


* Twins were counted on an area not sym- 
metrically disposed with respect to the wire 
axis, 
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Tensile tests were made in triplicate 
for both semifinal and final anneals and 
stress-strain curves to somewhat greater 
than 0.5 per cent elongation were made 


PREFERRED ORIENTATION IN ANNEALED 70-30 BRASS WIRE 


when shared by an appreciable proportion 
of the grains in the metal, is evidenced in 
transverse sections, normal to the wire 
axis. by grains containing narrow twin 


Fic. 2.—STRONGLY PREFERRED ORIENTATION IN ANNEALED 70-30 BRASS WIRE FINISHED BY, THE 
FOLLOWING SCHEDULE: 
Semi-final anneal: 800°F. 


Final reduction: 


Final anneal: 


a. Transverse section. 


74 per cent 
1250°F. 


b. Axial section. Drawing direction horizontal. 
Etch: Ammonia and peroxide. X 75. 


for the latter materials by means of a 
Templin type recorder used in conjunction 
with an accurately calibrated hydraulic 
testing machine. The test specimens were 
hand straightened as carefully as possible 
from a radius of curvature of 9 in. The 
straining produced in the straightening 
operation and the slight departure from 
straightness unquestionably had 
effect upon the stress-strain curves. 


some 


MICROSTRUCTURE AND PREFERRED 
ORIENTATION 


The existence of a preferred orientation 
was apparent in the microstructures for 
final anneals ato 150° and r2s50°F. and 
was particularly so for all final anneals 
that followed reductions of 74, 83.5 and 
89.5 per cent. The preferred orientation, 


bands in one, two or three sets (Fig. 2a). 
There are also some grains with no twinned 
portions at the surface of examination. 
There may be a number of mutually 
parallel bands in each set of twins. When 
two or three such sets occur within a 
grain, they either intersect or lie sub- 
stantially at angles of 60° and 120° with 
each other. For such a case, it becomes 
apparent that crystallographic planes of 
the form {11x} lie in the surface of the 
transverse section and that, therefore, the 
wire axis is parallel to the [111] direction. 
This, of course, follows from the fact 
that the twin boundaries may be considered 
as traces of {rrr} planes and that traces 
of three sets of {rrr} planes intersect at 
60° and 120° only in the fourth {r1r} 
plane. The [111] axis is in agreement 
with that reported in the literature.! 
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In axial sections, the preferredness 160°, to the wire axis or direction of 
reveals itself by a preponderance of grains drawing (Fig. 26). 
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? 


164 


ferred orientation, was subjected to X-ray 
analysis after being etched from the 
initial diameter, 0.132 in., to diameters of 


0.130, 0.093, 0.065 and 0.032 in. The main 
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factors of working and annealing upon the 

occurrence of the preferred orientation. 
Fig. 3a is for material finished by the 

schedule, 1100°—47.5 per cent—tIo 50> 
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Fic. 6.—PROPERTIES OF 70-30 BRASS WIRE OF 0.132-INCH DIAMETER AS FINALLY ANNEALED 
AT 875°, 1050° AND 1250°F., AFTER HAVING BEEN COLD-DRAWN 47.5, 74, 83.5 AND 89.5 PER CENT 
FOLLOWING SEMIFINAL ANNEALS AT 800°, 950° AND I100°F. 


fiber axis was found to be [111] and 
there was a secondary axis of [rool, 
these results thus being in agreement 
with the literature! The [100] fibering 
was not visible in the outermost part of 
the wire; i.e., diameter of 0.130 in., but 
was present in all other positions. This 
secondary [100] texture is not particularly 
evident in the microstructure. 


FREQUENCY DISTRIBUTION OF TWINS 


Figs. 3, 4 and 5 show the frequency 
distribution of twin-band angles with 
respect to the wire axis as determined 
from photomicrographs of axial sections 
of several representative materials. They 
are sufficient to illustrate the effect of the 


and indicates a substantially random 
orientation, there being no pronounced 
major peaks or troughs in the diagram. 
The distribution is produced by the 
moderate final working and the semifinal 
anneal, which is high with respect to the 
final anneal. Some preferredness appears 
in Fig. 3b, showing the effect of having 
the temperature of the semifinal anneal, 
800°F., lower than the final anneal, 
1050°F. It is only in the semifinal anneal 
that the processing of this item differs 
from that of Fig. 3a. Figure 3c also shows 
some preferredness and is for material 
that differs from that of Fig. 3a only in 
temperature of final anneal, 1250°F. 
The effect is similar to that in Fig. 3). 
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Greater preferredness is shown in Fig. 
4a, which is for wire finished by the 
schedule, 800°—74 per cent—roso°, and 
demonstrates the effect of the greater 
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reduction, 74 per cent, in producing the 
preferredness (cf. Fig. 3b). Fig. 45 for the 
schedule, 1100°—74 per cent—1050°, shows 
only slightly less preferredness than does 
Fig. 4a and indicates the strong tendency 
toward preferredness for reductions of 
this magnitude, 74 per cent. Very strong 
preferredness, greater than in Fig. 4a, 
is apparent in Fig. 4c, this being the 
result of having a higher final annealing 
temperature than in Fig. 4a. 

There is strong preferredness in Fig. 5a 
for the finishing schedule, 1100°—89.5 per 
cent—1050°, but hardly more so than in 
Fig. 4b. Preferredness increases in Fig. 5), 
corresponding to the higher final annealing 
temperature, 1250°F. A similar effect of 
final anneal is to be noted in Figs. 5¢ 
and d. 

The plots thus reveal the importance 
of the factors that control grain orientation. 
The degree of preferredness increases 
as the final annealing temperature increases 
and also as the reduction before the final 


more. The temperature of the semifinal 
anneal is of lesser importance, but there 
is some indication that the degree of the 
preferredness in the finally annealed 
wire decreases as the temperature of the 
semifinal anneal increases. The factors 
influencing preferred orientation of grains 
in the annealed wire may therefore be con- 
sidered to function qualitatively the same 
as for annealed brass strip.** It is, of 
course, quite possible to produce a state of 
random orientation merely by employing a 
moderate final reduction, a moderate or 
low final annealing temperature, and a 
semi-final annealing temperature equal to 
or, preferably, higher than that of the final 
anneal. 

The three pronounced peaks in the 
frequency distribution plots for the wires 
with strongly preferred orientation and the 
uniformity of the microstructure* from 


*“Uniformity of microstructure’’ means 
that the angular distribution of the twin bands 
in the microstructure from edge to edge of the 
full axial section appears uniform to the eye. 
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edge to edge in the corresponding axial 
sections might suggest the possibility of a 
preferred axial or radial plane. This 
would place another restraint upon the 
preferredness of the wire beyond that 
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then rise abruptly at 90°. This condition 
apparently represents the true state of 
affairs, so that the preferred orientation 
of the annealed wire may be given only by 
the fiber axis designation, 
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included in the designation of a [111] 
direction as the fiber axis. There is, indeed, 
one such plane, {112}, which could satisfy 
the observed conditions. If this plane were 
radially disposed, the twin bands on an 
axial plane would lie at 90° and at about 
22° and 158° to the wire axis. However, 
the fact remains that, for random orienta- 
tion of the grains about a perfectly aligned 
[x11] fiber axis, there would be concentra- 
tions of twins on any axial plane at about 
20° and 160° to the wire axis in addition 
to that at 90°. There would be none in the 
intervals o°—20° and 160°—180°. The con- 
centrations would decrease considerably 
as the angles moved toward go° and would 


PROPERTIES OF ANNEALED WIRE 


The properties obtained on the wire 
as subjected to the semifinal anneals 
require little comment other than to 
note the uniformity among the diameters 
with respect to grain size and tensile 
strength. These anneals at 800°, 950°, 
and rroo°F. resulted in grain-size ranges 
of 0.010 to o.or2 mm., 0.030 to 0.035 mm., 
and 0.060 to 0.070 mm., respectively, and 
corresponding tensile-strength ranges of 
55,00¢ to 57,500 Ib. per sq. in., 51,000 to 
52,0co and 48,000 to 50,000 lb. per sq. 
inch. 

Fig. 6, in which the grain size and 
tensile properties of the finally annealed 
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wire are plotted as functions of semifinal 
annealing temperatures, is a convenient 
means of representing the results of the 
tests upon the finished wire. The normally 
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regard to tensile strength, and the tensile 
strength-grain size curves for previous 
reductions of 74, 83.5 and 89.5 per cent 
are displaced upward to strength values 


74% REDUCTION 


89.5% REDUCTION 


SIZE — MM. 


Fic. g.—ELONGATION-GRAIN SIZE RELATIONSHIPS FOR ANNEALED 70-39 BRASS WIRE OF 0.132-INCH 
DIAMETER AS AFFECTED BY THE PRECEDING COLD-DRAWING AND ANNEALING. 


expected effects of temperature on grain 
size, strength and elongation are evident 
in this figure, and, in addition, there are 
superimposed the effects of preferred 
orientation in a less obvious manner. 
These latter effects become more readily 
apparent when the various tensile proper- 
ties are plotted as functions of grain size, 
as has been done in Figs. 7, 8 and 9. 

Fig. 7 shows that the yield strengths 
(stress at 0.5 per cent elongation) of 
the wires drawn to the final size with the 
heaviest reductions, particularly 83.5 and 
89.5 per cent, are materially higher than 
for the wire for which a 47.5 per cent 
reduction was used in the final draw. 
Fig. 8 shows a similar relationship with 


about 15 to 20 per cent higher than for 
wire drawn 47.5 per cent before the final 
anneal. There is another definite trend 
within the group of curves shown for each 
reduction. This is an increase of strength 
for a given grain size as the semifinal 
annealing temperature decreases. Lip is 
first evident for the material of 47.5 per 
cent reduction, in which the wire given a 
semifinal anneal at 800°F. is slightly 
stronger than that semifinally annealed 
at 950° and 1100°F. 

It is apparent that these yield and 
tensile-strength relationships with respect 
to grain-size parallel the occurrence of the 
preferred orientation, the controlling fac- 
tors of which have been described above. 
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Strength increases as the intensity of the 
preferredness increases. This, of course, 
is to be expected from wire whose axis 
coincides with a preferred axis, [111], 
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afforded by Fig. ro, in which elongation is 
plotted as a function of tensile strength 
These groups of curves show that the com- 
bination of strength and elongation over a 
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Dotted line in 4, c and d represents curve for annealed wire, previously annealed at 1100°F. 


and drawn 47.5 per cent as shown in a. 


for it is known® that yield strength of 
single crystals of alpha brass and of other 
face-centered cubic metals and alloys is 
maximum when the specimen axis is in 
the [111] direction. 

Fig. 9 shows that elongation in the 
tension test is of the order of ro per cent 
less for a given grain size for the conditions 
producing preferred orientation than for 
those producing the more random orienta- 
tions. This is what might be expected 
qualitatively from the strength-grain size 
trends. A better comparison of the rela- 
tionships between tensile strength and 
elongation for the various conditions is 


limited range of elongation is better for the 
materials previously drawn 74, 83.5 and 
89.5 per cent than for those drawn 47.5 per 
cent; that is, the strength corresponding to 
a given value of elongation is higher in this 
range. However, the high ductility of the 
more randomly oriented materials, those 
drawn 47.5 per cent before finally anneal- 
ing, apparently cannot be attained by the 
materials with the strongly preferred 
orientation. 

Values of modulus of elasticity were de- 
rived from the stress-strain curves made in 
the testing of the material and were found 
to be generally higher for final reductions 
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of 74, 83.5 and 89.5 per cent than for 47.5 
per cent. These values are not included 
here because they were not quantitatively 
precise or consistent. This was undoubtedly 
because the stress-strain determinations 
were made on material that was hand 
straightened after annealing. The operation 
affected most of all the initial slope of the 
stress-strain curve from which the modulus 
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modulus of single-crystal specimens of 
face-centered cubic metals and alloys, in- 
cluding alpha brass, whose axes approach 
[rrr], is higher than for other orientations.® 


SUMMARY 


The effects of a number of cold-working 
and annealing conditions upon the occur- 


“TapLE 1.—Tensile Properties of Some 70-30 Brass Wire as Drawn 10 Per Cent from 
0.132 to 0.125 Inches and Mechanically Straightened 


SS 


Schedule to 0.132 In. 
Modulus of Stress at Tensile Elongati 
] “En gation 
Saree ; ; Elasticity, °8 te 3 Cent Strength, in 2 In., 
per Reduction, Final Anneal, |Lb. per Sq. In. xtension, |Lb. per Sq.In.J Per Cent 
TEG. Per Cent Deg. F. Lb. per Sq. In. 
g. F. 
Ir00 47-5 | 875 17,000,000 48,000 60,500 30 
1100 47.5 1050 | 18,000,000 42,500 56,000 36 
II00 47-5 1250 19,000,000 39,500 53,300 38 
800 89.5 | 875 20,000,000 54,500 69,500 22 
800 89.5 1050 22,500,000 54,000 67,800 25 
800 89.5 1250 23,000,000 49,500 61,000 aye} 


was calculated. The point of incidence of 
plastic deformation was also affected by the 
straightening operation, although the arbi- 
trary yield strength, the stress at 0.5 per 
cent elongation, was affected but little 
and the tensile strength not at all. It was 
for this reason that the tests reported in 
Table 1 were made. These tests were on 
wires drawn ro per cent and mechanically 
straightened, selected to represent the 
extreme processing conditions of the inves- 
tigation, so that the most nearly random 
and the most strongly preferred orienta- 
tions were represented. The stress-strain 
curves were much more nearly linear in the 
early stages than in the tests on the 
annealed materials, and were entirely 
consistent. The trends for the modulus 
values are the same as before, but the 
actual range of values is narrower, the 
highest value being 23,0c0,000 and the low- 
est value 17,cc0,000 Ib. per sq. in. The 
increased, values for modulus of elasticity 
for the particular preferred orientation is 
to be expected, for it is known that the 


rence of preferred grain orientation in 
annealed 70-30 brass wire have been 
investigated. The preferred orientation, 
which may be designated most simply by 
the fiber axis, [111], decreases in intensity 
as the semifinal annealing temperature 
increases, but increases in intensity as the 
severity of the final reduction by drawing 
increases and also as the final annealing 
temperature increases. The converse of 
each of the factors as stated is to be 
inferred and it is to be noted that the 
last two factors, final draw and final anneal, 
are the most important in determining the 
degree of preferredness. 

The preferred orientation is accompanied 
by significant increases in yield strength, 
tensile strength and modulus of elasticity 
over the values obtaining in randomly 
oriented wire of similar grain size. 
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DISCUSSION 
(Alan Morris presiding) 


G. Epmunps,* Palmerton, Pa.—Figs. 3, 4, 
and 5 represent the frequency of occurrence of 
twin bands as a function of their angle with 
the wire axis and are plotted over a range of 
180°. Since supplementary angles are, for the 
purpose of this analysis, equivalent, the 
graphs should be symmetrical about the 90° 
point. If the data were plotted over an angular 
range of go°, the number of data for each cell 
would be doubled. 


H. L. Burcuorr (author’s reply)—Mr. 
Edmunds’ statement with regard to the 
symmetry of the supplementary angles about 
the go° point in Figs. 3, 4 and 5 is correct. 
However, not all of the possible sets of twin 
bands were present in a large part of the grains 
examined, and it was for this reason that the 
frequency distribution plots were made from 
0° to 180°. 


*Research Division, New Jersey Zinc 


Company (of Pa.). 


Structure of Copper-zine Alloys Oxidized at Elevated 
Temperatures 


By F. N. RaInEs,* MEMBER, AND B. J. NEtson,f JuNtIoR MEMBER A.I.M.E. 


(Chicago Meeting, October 1943) 


_ Stupies upon the rates of oxidation of 
copper alloys containing small quantities 
of the alloying elements!:? have shown that 
steady growth of the scales at predictable 
rates is limited to a small concentration 
range and to oxidation at temperatures 
above 600°C., whereas unpredictable and 
erratic oxidation behavior is found with 
alloys containing larger additions and at 
low temperatures. The latter effect appears 
to be associated with modifications in the 
geometric disposition of the oxides. 

At low concentrations of the baser ele- 
ments in copper, simple oxidation behavior 
is typified by the formation of two distin- 
guishable zones of oxidation: (1) a subscale 
composed of discrete particles of the oxide 
of the alloying element embedded in sub- 
stantially pure copper and (2) an external 
scale composed of cuprous oxide (with a 
very thin layer of cupric oxide on the out- 
side) containing particles of the alloying 
element distributed throughout, but most 
profusely near the metal surface (see Fig. 2, 
top). Where this type of structure obtains, 
the process of oxidation is believed to be 
implemented, and its rate controlled, by 
the diffusion of the reacting elements 
through a continuous matrix phase; Le., 
through the alpha (metallic) phase of the 
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subscale and alloy and through the cuprous 
oxide of the external scale. Copper is pre- 
sumed to diffuse outward through the cu- 
prous oxide layer to the external surface, 
where it reacts to form more cuprous oxide.’ 
Oxygen is delivered at the oxide-metal in- 
terface in the form of cuprous oxide, which 
may either react with the alloying element 
to deposit its oxide at the inner limit of the 
external scale or dissolve in the pure copper 
that remains at the surface of the metal 
after it has become depleted in its oxidiza- 
ble alloying elements. Both oxygen and the 
alloying element are pictured as diffusing 
through the metal, the oxygen inward and 
the alloying element outward. Where the 
two diffusion streams meet in sufficient 
concentration the oxide of the subscale is 
precipitated. If the oxygen pressure in the 
surrounding atmosphere is just below the 
pressure necessary to maintain cuprous 
oxide undecomposed, no cuprous oxide can 
be formed; some of the oxide of the alloying 
element may form upon the external sur- 
face, if its decomposition pressure is below 
that of cuprous oxide, and a normal sub- 
scale appears. This condition is achieved 
experimentally by enclosing the alloy with 
cuprous oxide together with an excess of 
copper. 

At temperatures from 600°C. downward, 
the precipitated oxides tend to accumulate 
at the grain boundaries of the alpha phase 
where a relatively small volume establishes 
a partial barrier to the diffusion of the 
reactants. Similarly, large volumes of 
precipitated oxides tend to deposit in 
various patterns that may be expected to 


17 


172 


hinder the diffusion of the reactants in the 
alpha phase. The rate of oxidation thus 
becomes subject to the influences of the 
geometry of the paths among the foreign 
oxide particles, the changes in form that 
these particles and the paths between them 
suffer with the passage of time at high 
temperatures, and, perhaps, to the rates of 
diffusion within the foreign oxide. 

For this reason, a knowledge of the 
structure of the oxide deposited in the scale 
layers formed upon the less dilute alloys is 
prerequisite to an understanding of their 
modes and rates of oxidation. By way of 
an approach to such a study, the structures 
developed upon the oxidation of the alloys 
of the copper-zinc system have been ex- 
amined and are here described. The survey, 
including some observations from previous 
investigations, covers the concentration 
range of 10 to 98 per cent of zinc and a 
temperature range of 300° to goo°C. 


EXPERIMENTAL PROCEDURE 


The method of experimentation, pre- 
viously described in some detail, was, 
briefly, as follows: Alloys prepared by 
melting OFHC copper and electrolytic 
zine under borax in clay-graphite crucibles 
in a gas furnace were chill-cast as ingots 
1 by 2 by 12 in. The cast surfaces were 
scalped and, wherever possible, the bars 
were reduced 75 per cent by cold-rolling. 
Samples 14 by 14 by 14 in. were then cut 
from the rolled plates or cast bars and were 
smoothed on o00 emery paper. Two kinds 
of oxidation treatments were applied: (1) 
heating with free access to the air and (2) 
heating in a closed iron chamber packed 
with a mixture of cuprous oxide and copper 
metal powder or foil. In all cases an elec- 
trically controlled (+5°C.) muffle furnace 
was employed. When necessary to preserve 
the scale intact, the specimens, heated in 
the air, were immersed in Woods metal 
before they had cooled much below the 
heat-treating temperature. All samples 
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were cross-sectioned, polished, etched,* 
and examined by conventional metallo- 
graphic techniques. The alloys were ana- 
lyzed for their copper content and the 
residue was assumed to be zinc; a list of 
the alloys, together with their analyses and 
oxidation treatments, is given in Table r. 


OBSERVATIONS 


The chief structural characteristics of the 
oxidized alloys are portrayed by the syn- 
thetic drawings of Fig. 1a and 1b and by 
the photomicrographic series of Figs. 2 
to 9b, inclusive. An average impression of 
the structures observed in all of the samples 
listed in Table 1 at all points along the 
surface of each is represented by the draw- 
ings. In order to indicate more clearly the 
sequence of changes in oxidation behavior 
associated with composition change, the 
liberty of interpolating between the alloy 
compositions examined has been taken. The 
fine details of the structures are best seen 
in the photographs, which have been so 
selected as to be representative within the 
temperature and concentration ranges 
studied; the drawings, Fig. 1, will serve as 
a key for the identification of the constit- 
uents appearing in the photographs. A list 
of some of the systematic features of these 
structures may be of assistance in arriving 
at an understanding of the mechanism of 
oxidation. 

1. Cuprous Oxide in the Scale-—Cuprous 
oxide appears as a constituent of the ex- 
ternal scale with oxidation in the air at all 
temperatures in alloys containing up to 
about 20 per cent of zinc (Fig. 2). There 
is some variation from sample to sample in 
the apparent limit of the occurrence of 
cuprous oxide. At low zinc concentrations 


*A single etch suitable for distinguishing 
the several metallic phases of the copper-zinc 
system without seriously obscuring the struc- 
ture of the oxide was made by mixing equal 
parts of the following solutions: 

(1) ro grams of CrO; in 90 c.c. of water. 

(2) 6 grams of KeCreO7 + 24 c.c. of con- 
centrated H2SO4 + 12 c.c. of saturated NaCl 
water solution + 300 c.c. of water. 
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the cuprous oxide is the matrix phase of — outside the zinc oxide and then as occa- 
the scale and contains embedded particles sional particles. No cuprous oxide forms 
of zinc oxide in greatest concentration near on the samples heated in the cuprous oxide 
the metal surface. As the zinc content of the ‘‘pack”’ (Fig. 3). 
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Fic. 1b.—SAME AS 14, BUT OXIDIZED AT 700°, 800° AND 900°C, 
alloy increases, the underlying zinc oxide 2. Zinc Oxide in the Scale-—A continuous 


phase gradually becomes continuous and film of zinc oxide forms on alloys containing 
the cuprous oxide appears first as a layer 20 per cent and more of zinc when oxidized 
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Conditions 
of Oxidation 


6 hr. at goo°C. 


24 hr. at 800°C 


2 days at 700°C. 


4 days at 600°C 


14 days at 500°C. 


14 days at 400°C. 


go days at 300°C. 


Fic. 2—ALLoy No. 10 OXIDIZED IN AIR. ETCHED. xX 100. 
External surface on the right-hand side. 
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Conditions 
of Oxidation 


6 hr. at 900°C. 


24 hr. at 800°C. 


2 days at 700°C. 


4 days at 600°C. 


14 days at 500°C. 


14 days at 400°C. 


go days at 300°C. 


3S a ” a x at = BS 
Fic. 3.—ALLOY No. to OXIDIZED.IN CUPROUS OXIDE “PACK.” ETCHED. X 100 
External surface on the right-hand side. 
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Fic. 4.—ALLoy No. 30 OXIDIZED IN AIR. ETCHED. X 100. 
External surface on the right-hand side. 


178 STRUCTURE OF COPPER-ZINC. ALLOYS OXIDIZED AT.ELEVATED TEMPERATURES 


Conditions 
of Oxidation 


6 hr. at goo°C. 


24 hr. at 800°C. 


9 days at 700°C. 


4 days at 600°C. 


14 days at 500°C. 


14 days at 400°C. 


go days at 300°C. 


ALLOY NO. 30 OXIDIZED IN CUPROUS OXIDE “PACK.” ETCHED. X I00. 
External surface on the right-hand side. 


Fic. 5. 


F. N. RHINES AND B. J. NELSON 


in the air (Fig. 10). The film is relatively 
thin, somewhat thicker at higher tempera- 
tures, and exhibits very little growth with 
the passage of time (its thickness is exag- 
gerated in the drawings, Fig. 1). With very 
rare exceptions, the zinc oxide spalls away 
from the metal surface as the metal cools; 
sometimes the film is wrinkled. Probably 
this is the result of a large difference be- 
tween the coefficients of expansion of the 
- oxide and the metal. Where zinc oxide is 
associated with cuprous oxide, it has a pink 
tint, suggesting the presence of dissolved 
copper. This tint persists to some extent 
in the absence of cuprous oxide wherever 
the zinc oxide is in contact with the alpha 
(copper-rich) phase. Formed directly upon 
the beta phase, the tint changes to pale 
yellow and upon the gamma, epsilon and 
eta phases to a gray-white. These observa- 
tions apply as well to the samples oxidized 
in “pack” as to those oxidized in the air. 
Froelich presents analyses of the scales 
formed upon brass that show a copper 
content of approximately 12 per cent in 
the mixed oxides occurring on an alloy con- 
taining 20 per cent of zinc and less than one 
per cent of copper in the “ pink” zinc oxide 
from a 30 per cent zinc brass. 

3. Zinc Oxide in the Subscale—_No 
continuous film of zinc oxide is found upon 
the external surfaces of samples oxidized 
in the cuprous oxide “pack.” Zinc oxide 
does appear at (or at least very near) the 
outside, but in patches, not uninterrupted 
sheets. Usually some zinc oxide is found 
distributed through the cuprous oxide 
packing material. Since the vapor pressure 
of zinc oxide (presumed to be of the order 
of 1 X 10729 mm. at 400°C.) is very much 
lower than that of zinc (1 X 107+ mm. at 
400°C.) it must be assumed that some zinc, 
arriving at the metal surface, vaporizes 
and later oxidizes as it comes into contact 
with cuprous oxide. The formation of a 
protective and durable film of zinc oxide 
upon alloys oxidized in the air further 
argues against a large evaporation of zinc 
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oxide as such. Thus the zinc oxide formed 
within the samples during “pack” oxida- 
tion may well be confined to that produced 
as oxygen is delivered to the zinc through a 
layer of copper; where the zinc reaches an 
external surface its rate of evaporation 
probably exceeds its rate of oxidation, 

4. Copper Rim on the Subscale. Samples 
oxidized in the cuprous oxide “pack” 
exhibit a layer of red copper at the outside 
surface (Figs. 3, 5, 7 and 9). Frequently 
this layer spalled away as the sample 
cooled, but some remnants of it were 
retained in almost all cases. Similar oxide- 
free zones have been observed at the sur- 
faces of other oxidized alloys.!:* It has been 
suggested that, during the early stages of 
the reaction, the alloying element is de- 
livered to the surface more rapidly than 
oxygen; when the surface metal becomes 
sufficiently depleted in the alloying element 
its rate of diffusion outward falls below 
that of oxygen inward and a subscale is 
initiated somewhere beneath the surface 
where the combined concentrations of 
oxygen and the alloying element reach 
values favorable to the nucleation of the 
oxide. In the present case the zinc reaching 
the surface is presumably dissipated to a 
large extent by evaporation instead of being 
fixed as an external scale. 

5. Simple Subscales—Simple internal 
oxidation is confined to the copper-rich 
alloys and to high temperatures of reaction 
(Figs. 2 and 3). The particle size of the zinc 
oxide in the subscale increases as the zinc 
content of the alloy rises; at the same time 
the depth of the subscale decreases some- 
what. Beyond 18 per cent of zinc, no true 
subscale was found in samples heated in 
the air, but the subscale persisted in de- 
generate form almost to the maximum zinc 
concentrations in the samples treated in 
“pack.” 

6. Liesegang Structures.—At to per cent 
of zinc the oxide particles of the subscale 
exhibit a faint tendency to occur in rows 
(layers) parallel to the external surface, 
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Fic. 6¢.—SERIES OF COPPER-ZINC ALLOYS (10 TO §5 PER CENT ZINC) OXIDIZED IN AIR FOR go DAYS : 
AT 300°C, ETCHED. X 100. —— 
t External surface on the right-hand side. ees : 
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(60 TO 98 PER CENT ZINC) OXIDIZED IN AIR FOR 9° DAYS 
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LOYS (10 TO 55 PER CENT ZINC) OXIDIZED IN CUPROUS OXIDE 
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Alloy 
No. 


60 


80 


go 


98 


Fic. 7b.—SERIES OF COPPER-ZINC ALLOYS (60 TO 98 PER CENT ZINC) OXIDIZED IN CUPROUS OXIDE 
“PACK”? FOR 90 DAYS AT 300°C, ETCHED. > 100, EXCEPT ALLOY 90, WHICH IS X 60. 
External surface on the right-hand side. 
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Fic. 8¢.—SERIES OF COPPER-ZINC ALLOYS (to TO 48 PER CENT ZINC) OXIDIZED IN AIR FOR 14 DAYS 
AT 500°C. ETCHED. X t100. 
External surface on the right-hand side. 
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Fic. 8b.—SERIES OF COPPER-ZINC ALLOYS (50 TO 90 PER CENT ZINC) OXIDIZED IN AIR FOR 
AT 500°C. ALLOY 90 SHOWS LIQUATION. ETCHED. X 100. 
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FIG, 9@.—SERIES OF COPPER-ZINC ALLOYS (10.TO 50 PER CENT ZINC) OXIDIZED IN CUPROUS OXIDE 
“PACK” FOR 14 DAYS AT 500°C. ETcHED. X too. 
External surface on the right-hand side. 
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Fic. 9b.—SERIES OF COPPER-ZINC ALLOYS (55 TO 98 PER CENT ZINC) OXIDIZED IN CUPROUS 
OXIDE “‘PACK” FOR 14 DAYS AT 500°C. ALLOYS 90, 95, AND 98 SHOW LIQUATION. ETCHED. X 60, 


EXCEPT ALLOY 95, WHICH IS X 100. 
External surface on the right-hand side. 
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Figs. 3 (g0o°C.) and 11. This tendency in- 
creases with rising zinc content, until, at 
30 per cent of zinc, the oxide is laid down 
in almost continuous bands (layers) alter- 


sre yrritin oer 


* 
? 
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Fic. 10.—ALtoy No. 30 OXIDIZED g DAYS AT 
700°C. IN AIR. UNETCHED. X 100. 
Notice layer of zinc oxide, cracked away 
from metal surface and somewhat wrinkled, 
along lower edge of metal. The round spots 
within the metal are holes. 


nately with red copper, Figs. 5 (700° and 
800°C.) and 12. The analogy between this 
structure and the well-known Liesegang 
rings of colloid chemistry has been pointed 
out.! For convenience, this structure and 
others involving banding parallel to the 
surface will hereafter be referred to as 
Liesegang structures. 

7. Voids —At a zine concentration of 
30 per cent, cavities are found in the alpha 
phase to a considerable depth beyond the 
maximum penetration of oxidation in 
samples treated at all but the lowest tem- 
peratures (Figs. 4 and 5). Occasionally this 
effect is seen at zinc concentrations as low 
as to per cent. Apparently, the volume 
shrinkage necessary to compensate for the 
extraction of zinc is effected, in part at 
least, by the development of voids. It was 
not found possible, with the evidence at 
hand, to compare the volume of the holes 
with a calculated shrinkage. Where the 
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cavities occurred outside the zone of oxida- 
tion, they were obviously empty. Those 
within the zone of oxidation appeared to 
be partly or completely filled with zinc 
oxide. With increasing zinc content, the 
holes become larger and elongated, having a 
tendency to lie perpendicular to the outside 
surface (Figs. 6, 7, 8, 9, 13 and 14). 

8. Layers of the Metallic Phases with 
“Pack” Oxidation.—In general, samples 
oxidized in ‘‘pack” exhibit a thick layer 
of the alpha phase mixed with zinc oxide 
at the outside of the scale followed by 
successive thinner layers of zinc oxide 
with the beta, gamma, epsilon (or delta) 
and eta phases toward the interior, up to 
that phase present in the original alloy. 
Sometimes oxidation fails to penetrate to 
the phase present in the core of the sample, 
but invariably extends into, if not through, 
the adjacent phase layer. For example, in 
alloy 75, at temperatures below 700°C., 
zinc oxide appears mixed with the alpha 
phase and extends part way through the 
beta phase, but does not extend into the 
gamma (Fig. 9b). Owing to the complexity 
of the oxide pattern, it was often difficult 
to identify intermediate phases within the 
scale. The beta layer becomes relatively 
thin in high-zine alloys and may vanish 
except for occasional pockets between the 
alpha and gamma layers. Nevertheless, 
all expected layers were found in alloy 
98 oxidized in “‘pack”’ at 300°C. 

9. Layers of the Metallic Phases with 
Air Oxidation—Corresponding layers of 
the metallic phases are generally absent 
with air oxidation. At 300°C. two metallic 
layers formed at some compositions, but 
at higher temperatures two phases were 
seen in the microstructures only as they 
appeared in normally two-phase alloys. 
The surface zinc oxide film formed directly 
upon each of the metallic phases of the 
polyphase system. 

10. Grain-boundary Precipitation —With 
decreasing temperature there is an in- 
creased tendency for zinc oxide to accumu- 
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Fic. 11.—ALLoy No. 10 OXIDIZED 12 HOURS AT goo°C, IN CUPROUS OXIDE “pack.”? UNETCHED. 
X 500. 
Shows a tendency for the zinc oxide in the subscale to deposit in rows. 
Fic. 12.—ALLoy No. 30 OXIDIZED 290 HOURS AT 800°C. IN CUPROUS OXIDE ‘‘PACK.”” UNETCHED. 
X 500. 
Shows a well developed Liesegang structure. 
Fic. 13.—ALLoy No. 48 OXIDIZED 96 HOURS AT 700°C. IN CUPROUS OXIDE ““pack.”’? UNETCHED. 
x 00: 
An unusually well developed pattern of cavities perpendicular to the outside surface. The scale 
has not been preserved. 
Fic. 14.—Atioy No. 55 OXIDIZED 168 HOURS AT 600°C. IN CUPROUS OXIDE ‘‘PACK.”” UNETCHED. 
X 100 


Typical cavities perpendicular to and connecting with the external surface. The scale has not 


been preserved. 
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late at grain boundaries in the metal matrix 
(Fig. 3). Definite grain-boundary precipi- 
tation first appears at about 7oo°C. and 
from. 500°C. downward all of the oxide 


y 78% 


Fic. 15.—A.iLoy No. 55 OXIDIZED 48 HOURS 
AT 800°C. IN CUPROUS OXIDE “PACK.”’ Un- 
ETCHED. X 100. 

Shows the manner.fin' which zine oxide 
deposits within a matrix of copper in the high- 
zinc alloys. The wide crack between the metal 
and the scale contained remnants of zinc 
oxide not visible in the picture. Zinc oxide 
deposits resembling the pattern of holes at 
the top of the picture can be seen in the scale. 


seems to be deposited in the grain bound- 
aries. Where zinc oxide separates within 
the beta, gamma, epsilon and eta phases, 
it is sometimes seen segregated at the grain 
boundaries but more frequently forms 
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transcrystalline streamers, roughly per- 
pendicular to the surface, and resembling 
grain-boundary precipitation in some re- 
spects; the latter configuration is probably 
the result of the oxide accumulating within 
shrinkage cavities. 

11. Liesgang Structures in High-zinc 
Alloys:—The ‘degenerate subscale” pro- 
duced by the ‘“‘pack” oxidation of alloys 
containing in excess of 4o per cent of zinc 
seems to have been formed by a combina- 
tion of true precipitation of the oxide within 
the metal matrix and deposition within 
cavities (Fig. 15). In repeating layers, the 
oxide precipitation becomes heavier as in a 
Liesegang band, but the periods are much 
farther apart than in the normal Liesegang 
structure (Figs. 7 and g). A possible reason 
for this is that oxygen diffusion is slowed 
by the interference of zinc oxide particles 
until the rate of delivery of zinc so exceeds 
that of oxygen that the oxide forms for a 
long period at one front and perhaps even 
ceases for a time. The process of oxidation 
can then be resumed only when the zinc 
oxide film is broken by mechanical rupture 
(spalling) or by spheroidization. The zinc 
oxide apparently becomes the continuous 
phase within the zones of its greatest 
concentration. 

12. Spalling—Spalling of the scales is 
common. Differential thermal contraction 
as a possible cause of this effect in samples 
oxidized in the air has been discussed. In 
the ‘“‘pack”’ oxidized samples, the rupture 
usually follows one or several of the 
Liesegang layers of zinc oxide. Apparently 
spalling, under these circumstances, occurs 
spontaneously during oxidation and not 
first at the time of cooling from the heat- 
treating temperature. A number of high- 
zinc alloys were found to have separated 
into loose concentric shells during “pack”’ 
oxidation; when shaken the internal parts 
could be heard rattling and upon sectioning 
it was seen that the layers were too far 
separated to have parted owing to thermal 
shrinkage alone. (Samples 70, 75 and 80 of 


F. N. RHINES AND B. J. NELSON 


Fig. 9 show this effect, but the gap has 
been shortened in making the pictures.) 
Perhaps the zinc oxide depositing in cavi- 
ties toward the outside continues to form 
after the holes are filled, expanding them 
and thus enlarging the subscale until it 
breaks away from the base metal along the 
plane of greatest weakness, where the oxide 
is present in the highest concentration. At 
low temperatures and low zinc concentra- 
tions spalling follows grain boundaries 
where the zinc oxide again is most concen- 
trated. There is no evidence to show that 
rupture occurs before cooling in these cases. 

13. Strain Markings.—Strain markings, 
similar to those familiar in cold-worked 
copper, were seen occasionally in the 
alpha phase of the “degenerate subscale.” 
Apparently the differential shrinkage of 
the metal and oxide, when the former 
is a continuous phase, results in plastic 
deformation below the recrystallization 
temperature. 

14. Refinement of Alpha Grains —A 
refinement of the grain size of the alpha 
phase, next to the zone of oxidation in 
low-zinc samples oxidized in the air at 
700°C., was found in several samples. This 
behavior has been observed previously® 
and has not been explained satisfactorily. 

15. Cracking of Brittle Metallic Phases.— 
Alloys predominating in the brittle gamma 
and epsilon phases usually were cracked 
throughout (Figs. 6, 7, 8 and g). The effects 
of oxidation sometimes penetrated deeply 
along the surfaces of the cracks. This con- 
dition has been ignored in making the 
drawings of Figs. 1@ and 1b. 

16. Oxidation of the Eta Phase in Epsilon 
+ Eta Alloys—The only instance of the 
independent oxidation of the minor phase 
of a duplex alloy seen in these studies was 
that of the oxidation of the eta phase in 
alloy 90, Fig. 6. 

17. Influence of the Time of Oxidation.— 
Brief studies of the influence of time at 
temperature, Table 1, upon the thickness 
of the scales have revealed marked irreg- 
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ularity. Most of the observations were 
made with the copper-rich alloys. In some 
cases the scales appeared to grow more or 
less regularly; elsewhere little or no in- 
crease in thickness was seen after two and 
four times the initial heating period; occa- 
sionally the scales found in the longest 
treatments were actually thinner—than 
those produced in shorter intervals. The 
restraining influence of continuous layers 
of zinc oxide coupled with spalling due to 
temperature oscillations and the lateral 
growth of scales is probably responsible for 
these irregularities. 

18. A Paradox.—lt is interesting that 
the depth to which the metal is affected 
by oxidation is greater when access to 
oxygen is restricted than when air flows 
freely over the metal. A possible explana- 
tion of this paradox has been suggested 
above, in the protective action of zinc oxide 
when it forms on the surface together with 
the tendency for zinc to vaporize away 
from the surface without forming an oxide 
film when the oxygen pressure is low. Some 
of the air-oxidized samples developed, on 
the surfaces upon which they rested in the 
furnace, scales similar to those resulting 
from “pack” oxidation. This is significant 
because it shows that the two extremes 
represented in these studies may be en- 
countered in ordinary annealing practice or 
where copper-zinc alloys are used at high 
temperatures under oxidizing conditions. 

19. Liquation Few cases of oxidation 
in the presence of liquation were examined 
(Figs. 8b and 9b). Oxidation of the liquid 
phase appears to be greatly accelerated 
over the oxidation of the solid phases. In 
pack oxidation the zinc oxide seems to form 
as solid particles dispersed throughout the 
liquid. 

20. Phase Changes during Cooling.— 
Many of the alloys obviously underwent 
phase changes during cooling. These have 
been ignored in the interpretation of the 
structures; i.e., the structures have been 
viewed as they must have been at the 
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TABLE 1.—Analyses and Oxidation Treatments 
2 ES eee 
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oxidizing temperature. Recrystallization 
of the metal phase, of course, has accom- 
panied oxidation in the cold-rolled alloys. 
No attempts have been made to determine 
what effect this may have had upon the 
resultant scale structures. 


DISCUSSION OF THE OBSERVATIONS 


It is now possible to propose an ele- 
mentary outline of the general process of 
oxidation in copper-zinc alloys, based upon 


Duration of Oxidation in Hours at Temperature Indicated. 
4 . Weve Both Conditions of Oxidation Apply Except Where Marked: 
estan Meee eM Par Cons (a) in Air Only, (b) in Cu2O Powder Only 
er Cen : 
Zinc Copper dine (by 
imerence 
conten 300°C. | 400°C. | 500°C. | Goo°C. ||| 700°C. ||| ‘800°C: | o0erG; 
89.28 10.72 2,160 336 135 96 48 24 6 
ne 2 624 336 168 96 48 12 
672 360(b) 192 216 96 24 
1,344 384 290 
14 86.65 i335 2,160 336(a)| 135 none 8 24 6 
36 192(a) 48 12 
360(d) 96 24 
18 81.66 18.34 2,160 336(a)| 135 none 48 24 6 
336 192(a) 48 12 
360(6) 96 24 
2 76.47 24.53 2,160 336 135 96 48 24 6 
e 4 624 | 336 168 96 48 12 
672 241 192 216 96 24 
1,344 384 290 
a 69.29 BO 071 2,160 336 135 96 48 24 6 
624 241 168 92 48 12 
672 336 192 192(a) 96 24 
1,344 360(b) 384 216 200 
40 59.24 40.76 2,160 624 241 168 96 48(a) 6 
336 12 
360(6) 24 
45 53.53 46.47 2,160 624 36 168 06 48 none 
360(6) 
48 Sieh, 48.85 2,160 624 245 168 96 48 (a) none 
ee! 
50 49.68 50.32 2,160 624 336 168 96 48 none 
As} 44.29 SY pe: 2,160 624 336 168 96 48 none 
60 40.75 59.25 2,160 624 336 168 96 48 none 
65 36.24 63.76 2,160 624 336 168 96 48 none 
70 30.90 69.10 2,160 624 336 168 96 none none 
75 25.50 74.50 2,160 624 ees 168 96 none none 
33 
80 LOM 72 80.28 2,160 624 241 none none none none 
336 
90 10.15 89.85 2,160 624 336 none none none none 
95 4.35 95.65 2,160 624 336 none none none none 
98 2.38 97.62 2,160 624 336 none none none none 


the present observations together with 


previous knowlege of the mechanism of 
oxidation in simple systems. 

a. Copper oxide appears only in the 
external scale and then only when the 
oxygen pressure in the attacking atmos- 
phere is above the decomposition pressure 
of cuprous oxide and at the same time the 
zinc delivery to the surface is inadequate 


to permit the formation of a continuous 
film of zinc oxide. 
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b. Zinc is delivered to the front of reac- 
tion by diffusion through the metal. This 
means that its rate of delivery increases 
with rising temperature and with an in- 
creased concentration gradient; the con- 
centration gradient is, of course, steepest 
at the beginning of oxidation and in those 
alloys richest in zinc. 

c. Oxygen is delivered to the front of 
reaction in one or more of several ways, 
- depending upon the circumstances: (1) by 
direct contact of the gas at or in front of 
an open surface either external or within a 
crevice, (2) by the decomposition of cu- 
prous oxide in contact with zinc, or (3) by 
diffusion through the metal.* 

d. Where zinc and oxygen meet in 
sufficient concentration, zinc oxide forms. 
This may be: (1) within the metal where- 
upon a true subscale forms, (2) at a surface 
where a true external scale forms, or (3) 
beyond a surface (an external surface, a 
crevice, or within a cavity) where the zinc 
vapor oxidizes. 

e. A continuous film of zinc oxide pro- 
vides a barrier to the diffusion of the 
reactants; its growth is therefore slow. 

f. The withdrawal of zinc from alloys 
containing in excess of 10 per cent of zinc 
results in the formation of cavities which 
are larger, more elongated perpendicular 
to the surface, and more interconnecting, 
the greater the zinc content of the alloy. 

g. The deposition of zinc oxide within a 
metal matrix or within holes in the metal 
causes the latter to expand and thus pro- 
vides the stresses necessary to bring about 
spalling. 

h. Where zinc oxide deposits as a mixture 
with metal, it tends to become the con- 
tinuous constituent periodically (Liesegang 


*In connection with the last of these 
processes, it should be pointed out that the 
solubility of oxygen is considerable only | in 
substantially pure copper and that the diffusion 
of oxygen through the metallic phases contain- 
ing zinc must, therefore, be small compared 
with that through the copper that has been freed 
from zinc in the course of oxidation, 
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structure), and spalling cracks follow such 
zones. 

i. The precipitation of zinc oxide within 
the alpha phase of the alloy occurs gener- 
ally at high temperatures and chiefly at 
grain boundaries at low temperatures. 

j. When zinc is being withdrawn from 
the alloy at a relatively high rate, a com- 
plete series of the possible metallic phases, 
as dictated by the phase diagram, is formed 
in concentric shells, from alpha (at the 
outside) to the phase present in the core 
alloy at the center. If the outward diffusion 
of zinc is retarded by a protective film of 
zinc oxide, the composition of the core alloy 
is maintained to the interface with the 
oxide. 

With certain evident exceptions, these 
factors are active over the entire range of 
alloy compositions, but the relative impor- 
tance of each differs with the composition 
of the alloy, the temperature of oxidation 
and the oxygen concentration of the 
atmosphere. Moreover, the details of the 
process must change with time, during 
oxidation, for whenever a barrier of zinc 
oxide is established, the reaction is greatly 
retarded and then accelerates again when, 
through spalling or spheroidization, the 
barrier is broken. In “pack” oxidation 
the outer layers of the scale grow out of 
the debris of the inner layers and these in 
turn must change in the character of the 
voids developed in them and the degree 
of subsequent expansion as the zinc con- 
centration gradient becomes less steep. 
Superimposed upon these complications is 
the influence of the shape of the specimen 
upon its response to the contracting and 
expanding forces that lead to spalling. 

Clearly, there is ample reason to expect 
the rates of oxidation of the copper-zinc 
alloys to be erratic and difficult to re- 
produce. 


SUMMARY 


The structures of copper-zinc alloys 
containing from ro to 98 per cent of zinc, 
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after oxidation in the air and also in a 
closed vessel containing cuprous oxide, 
at temperatures from 300° to g00°C., have 
been described. Based upon these observa- 
tions, an elementary outline of the mech- 
anism of oxidation has been proposed. 
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Grain Growth and Recrystallization of 70-30 Cartridge Brass 


By R. S. Frencu* 


(New York Meeting, February 1944) 


THE purpose of this paper is to present 
data that have been obtained during the 
past two years concerning the effects of 
prior cold-work and temperature and 
time of anneal upon the recrystallization 
and grain growth of 70-30 cartridge brass. 
It was desirable to study certain of these 
phases so that an accurate picture of the 
principles of the subject could be shown. 
The work is not intended to provide ex- 
plicit annealing data, but to provide 
material examples that may help to clarify 
analogous problems concerning this alloy. 
Specifications often set limitations upon 
the grain size of annealed materials because 
of the importance of grain size upon sub- 
sequent manufacturing operations. It was, 
therefore, worth while to study the vari- 
ables that affect the recrystallized grain 
size of this material. 

C. H. Mathewson and A. Phillips,’ 
W. R. Webster,” and others have presented 
annealing characteristic curves of this 
alloy. A recent typical curve presented by 
R. S. Pratt? is shown in Fig. 1. The tensile 
properties and grain sizes are shown as 
functions of the annealing temperature. 
Such curves serve as a useful guide in 
determining the physical properties of 
annealed material, but as they are made 
generally under carefully controlled labora- 
tory conditions they do not indicate the 
~ Manuscript received at the office of the 
Institute Sept. 22, 1943. Issued as T.P. 1673 in 
METALS TECHNOLOGY, February 1944. 


* Bridgeport Brass Co., Bridgeport, Conn. 
1 References are at the end of the paper. 


performance of metal annealed in a mill 
mufile, where such conditions as amounts 
of metal, heating time and temperature 
may differ. 

Study of the effect of time and tempera- 
ture upon grain growth and subsequent 
recrystallization was made with a coil of 
metal having the following analysis: 70.04 
per cent copper; 0.007 lead; 0.007 iron; 
0.00 tin; 0.00 silicon; 0.001 nickel; 0.000 
phosphorus; balance zinc. The sample coil 
was obtained from metal that had been 
rerolled from hot-rolled mill stock, and 
was received at 0.228-in. gauge, soft, with 
a grain size of 0.125 mm. This material 
was then rolled 43.5 per cent to 0.1209-in. 
gauge and annealed to a 0.053-mm. grain 
size. In this condition, samples were cut 
and used in all of the experimental work 
reported in this paper. 


TIME 


The first study was of crystal growth 
at a constant temperature over a moderate 
length of time. Material was cut from the 
stock coil at 0.129-in. size and rolled 75 per 
cent hard to 0.032-in. gauge. From this 
piece small samples were cut 1g by 2 in., 
suitable for grain-size determinations. 
Twelve samples were placed in an electric 
furnace uniformly across the width, ap- 
proximately an inch from the floor. A 
thermocouple was wired to the center 
sample, so that the approximate metal 
temperature could be followed. At various 
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Fic. 1.—CHARACTERISTIC ANNEALING CURVES FOR 70-30 CARTRIDGE BRASS. 


Showing effect of annealing upon tensile properties and grain size of cold-rolled material 
The metal had previously been cold-rolled 50 per cent reduction in gauge, 0.080-mm. grain size. 
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FIG, 2.—CURVE SHOWING EFFECT OF TIME UPON GRAIN SIZE OF CARTRIDGE BRASS SAMPLE HELD AT 
A CONSTANT TEMPERATURE. 

Prior to the anneal, the material had received a 75 per cent reduction in gauge by cold-rolling 

0.053-mm. grain size. ; 
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times up to 5 hr., samples were removed 
from the furnace by attached wires and 
allowed to air cool. Fig. 2 shows the results 
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uniformly, although as time increased 
there was an indication of a decreasing 


rate of 


growth. The results of this series 


Time in Hours 


Fic. 3.—GRAIN GROWTH OF CARTRIDGE BRASS AS AFFECTED BY TIME AND TEMPERATURE OF ANNEAL. 
The material was annealed to an 0.053-mm. grain size, cold-rolled 75 per cent hard to 0.050-in. 


gauge and annealed as indicated. 


obtained using a furnace temperature of 
575°C. The resultant grain size, and aver- 
age metal and furnace temperatures 
are shown plotted against time. The ther- 
mocouple and its attached sample required 
about 14 hr. to reach a constant tempera- 
ture. Recrystallization was complete within 
the first 2 min., and this was followed by 
a 30-min.. period of active growth to 0.040 
mm. The grain size during the 1 to 5-hr. 
period increased slowly, and more or less 


Taste 1.—Results of Annealing Tests 
at Constant Temperature 
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and two other temperature series are 


shown in Table 1. 
Figure 3 is a replot of the data in which 
the grain size values have been plotted to 


300 400 
Temperature — Degrees Cent. 
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can be seen that extremely coarse grains 
can be obtained when operating in regions 
of very high temperatures and long-time 
anneals. It is beyond the scope of this 


500 600 700 


FIG. 4.—GRAIN GROWTH OF CARTRIDGE BRASS AS AFFECTED BY PRIOR REDUCTION BY COLD-ROLLING 
AND TEMPERATURE OF ANNEAL. ~ 
The material had an 0.053-mm. grain size at 0.129-in. gauge and was rolled and annealed for 


one-hour periods as indicated. 


form a three-dimensional diagram against 
temperature and time of anneal. The dotted 
line on the diagram represents the cus- 
tomary curve of temperature vs. grain size 
for 1-hr. anneals shown in Fig. r, over a 
very narrow region of temperatures. By 
comparing the 1-hr. and s-hr, curves, it 


paper to discuss specifically the effect of 
impurities upon crystal growth,*® but it 
should be pointed out that in a considera- 
tion of other brasses in which the purity 
is not as high as in cartridge brass the 
presence of many elements, intentionally 
or unintentionally present, may also have 
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quite an effect upon the rate of grain 
growth, and so becomes another important 
variable in a consideration of a sample’s 
annealed properties. 
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cold-rolling from the soft, o.129-in. size, 
Samples of this material were annealed 
at various temperatures for one hour, and 
from them grain size samples were pre- 
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: Fic. 5.—CHARACTERISTIC ROLLING CURVES OF CARTRIDGE BRASS. 
Material received soft at 0.228-in. gauge and 0.125-mm. grain size, rolled to 0.129-in. gauge, 
annealed to 0.053-mm. grain size, and rolled as indicated. 


COLD-WORK 

A second study was made to show the 
effect of prior cold-work upon the an- 
nealed grain size. Bassett and Davis® were 
among the first investigators to report that 
the condition of the metal prior to a low- 
temperature anneal had an effect upon the 
final hardness and grain size of brass, and 
very recently Maurice Cook and T. L. 
Richards’ have presented a comprehensive 
paper upon the effect of a wide range of 
prior reductions by cold-rolling upon the 
directionality characteristics of the sub- 
sequently annealed 70-30 brass samples. 

The present tests were made at aconstant 
annealing time of 1 hr. using samples with 
four different degrees of cold-work. Sam- 
ples were cut from the stock coil and given 
25 per cent, 50 per cent, 75 per cent, and go 
per cent respective reductions in gauge by 


pared. The results plotted in a three- 
dimensional diagram are shown in Fig. 4, 
grain size being plotted against tempera- 
ture for each of the reductions. While the 
prior reduction by cold-work does not 
seem to affect grain size greatly at the 
higher temperatures, it does affect the 
grain size and temperature of recrystalliza- 
tion. Fig. 4 illustrates that as the amount 
of prior cold-working increases, the size 
of the recrystallized grain and the neces- 
sary temperature of recrystallization de- 
creases when time is held constant. 
Bassett and Davis,® F. G. Smith,® 
C. Upthegrove and G. Harbert,® and others 
have shown also that the grain size prior 
to cold-working and subsequent annealing 
affects the resultant recrystallization and 
grain growth of cartridge brass. Time has 
prevented work on materials of other than 


200 GRAIN GROWTH AND RECRYSTALLIZATION OF 70-30 CARTRIDGE BRASS 


a &) 


Ce 
6 


% 


oy | 
78 


FIG. 6.—70-30 CARTRIDGE BRASS AS COLD-ROLLED 76 PER CENT HARD. X 250. 
FIG. 7.—70-30 CARTRIDGE BRASS COLD-ROLLED 76 PER CENT HARD. 
Annealed for 30 min. at 325°C. Rockwell F-92; 97 per cent recrystallized. X 250.* 
8.—70-30 CARTRIDGE BRASS ROLLED 76 PER CENT HARD AND ANNEALED AT 325°C. FOR 40 
MINUTES ROCKWELL F-9g1.5; 0.005-MM. GRAIN SIZE. X 250. 
9.—70-30 CARTRIDGE BRASS ROLLED 76 PER CENT HARD AND ANNEALED 325°C. FOR 50 
MINUTES. ROCKWELL F-9g1.0; 0.007—-MM. AVERAGE GRAIN SIZE. X 250. 
All samples etched with NH4,OH.H202. 


Fic. 


* Percentages given are only approximate and are estimates of a much larger surface area than 
are included on these photomicrographs, 
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FIG. 10.—70-30 CARTRIDGE BRASS ROLLED 50.4 PER CENT HARD. X 200. 
Fic. 11.—70-30 CARTRIDGE BRASS ROLLED 50.4 PER CENT HARD AND ANNEALED AT 
160 MINUTES. ROCKWELL F-86; 98 PER CENT RECRYSTALLIZED. X 200. 


325°C. FOR 
Fic. 12.—70-30 CARTRIDGE BRASS ROLLED 50.4 PER CENT HARD AND ANNEALED AT 325°C. FOR 
180 MINUTES. X 200. 
Rockwell F-85; 0.oro-mm. grain size approximately. 
FIG. 13.—70-30 CARTRIDGE BRASS, ROLLED 29.5 PER CENT HARD. X 200. 
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FIG. 14.—70-30 CARTRIDGE BRASS, ROLLED 
29.5 PER CENT HARD, AND ANNEALED AT 400°C. 
FOR 15 MINUTES. X 200. 

Rockwell F-8r; 98 per cent recrystallized. 
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0.053-mm. grain size but it is also a varl- 
able that must be taken into consideration. 


RECRYSTALLIZATION 


There are well-known laws concerning 
recrystallization, and various authors have 
shown the correlation of some of these fac- 
tors in brass and ferrous alloys.!°-!% The 
question arose as to the exact time of com- 
plete recrystallization for cartridge brass 
as affected by changes of temperature and 
amounts of prior deformation. 

A set of increasingly worked material 
was rolled from the stock coil, and pro- 
vided a group that could be cut up and 
annealed for various lengths of time at 
various temperatures. The physical prop- 
erties of these samples had been plotted* 
as a rolling characteristic curve, shown in 
Fig. 5. At the start of the work, it was 
necessary to find a satisfactory heating 
medium at an operating temperature low 
enough to allow recrystallization to take 
place slowly and permit the study to be 
made. A salt bath with a temperature range 
from 200° to 500°C. proved quite satis- 
factory and was used throughout the tests. 
To establish the curves, samples rolled 
50.4 per cent, 65.2 per cent, and 76 per cent 
hard were annealed at 300°, 350°, and 
400°C., for 234, §; 8, 10, and 20 min., 
respectively. This preliminary work more 
or less established the region of some of the 
recrystallization curves. Samples were all 
subjected to Rockwell hardness tests and 
polished for microexamination. Very few 
of these samples were completely recrystal- 
lized, but by following the Rockwell hard- 
ness values and estimating the percentage 
of residual cold-worked grains in each of the 


FIG. 15.—70-30 CARTRIDGE BRASS, ROLLED 
29.5 PER CENT HARD AND ANNEALED AT 400°C. 
FOR I7 MINUTES. 

Rockwell F-81; o.o18-mm. grain size aver- 
age. X 200. 

FIG. 16.—70-30 CARTRIDGE BRASS, 29.5 per 
CENT HARD, ANNEALED AT 400°C. FOR 20 
MINUTES. 

Rockwell F-80; 0.020-mm. grain size, aver- 
age. X 200. 
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Fic. 17—GROUP OF CURVES SHOWING EFFECT OF AT-READY REDUCTION AND TEMPERATURE UPON 
TIME FOR COMPLETE RECRYSTALLIZATION OF CARTRIDGE BRASS 
Material annealed to 0.053-mm. grain size at o.129-inch gauge and rolled and annealed as 


indicated. 
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partly recrystallized samples, estimations 
could be made as to the time necessary for 
complete recrystallization for any of the 
temperatures or reductions. Then in a 
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later, material cold-rolled 25 per cent or 
more recrystallized with a grain size of 
0.030 mm. or finer, so that it was compara- 
tively easy to detect grains that had not 
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Fic. 18.—TIME OF COMPLETE RECRYSTALLIZATION OF CARTRIDGE BRASS VS. TEMPERATURE AND 
PERCENTAGE PRIOR REDUCTION BY COLD-ROLLING. 
A diagram of the data shown in Fig. 17. 


similar manner, these times were checked. 
Subsequently material 8, 17, 21.7, 290.5, and 
42 per cent hard was also studied. The 
data obtained are reported in Table 2. 
The time to heat and recrystallize a sample 
at temperatures and reductions that allow 
for immediate recrystallization was about 
2 min., so that all the curves approach 
that limit. (Strain lines in some grains per- 
sisted until a very short time before grain 
growth began, and any particular sample 
that showed any traces of cold-work was 
disregarded.) 

A problem developed in the determina- 
tion of the time of recrystallization in the 
light reduction samples. As will be shown 


recrystallized, but it was very difficult with 
the material 8 to 17 per cent hard, in which 
the annealed grain was only slightly 
smaller, if at all, than the size of the hard 
grain. It was found by observation that in 
these two low reductions uniform grain 
growth took place after the completion of 
recrystallization; therefore samples were 
annealed for various times, and then pol- 
ished, etched, and counted; the time for 
total recrystallization being taken at the 
time grain growth was first observed. 
Mathewson and Phillips! suggested that 
material lightly cold-worked lacked sufhi- 
cient “inner surfaces” of slip to bring 
about recrystallization as such, and healed 
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upon annealing without reorientation of 
the grains. Likewise, Eastwood, Bousu and 
Eddy” and recently S. E. Maddigan and 
A. I. Blank™ also have shown that the 
formation of nuclei are unnecessary in the 
softening of such material. In the present 
work the times necessary to anneal the 
lightly worked material and to start grain 
growth seem to fit smoothly in with the 
other recrystallization data. 

_ Pictures have been taken showing how 
three points in Fig. 17 were determined. 
Figs. 7, 8, and 9 show the results obtained 
when material 76.0 per cent hard (Fig. 6) 
is annealed at 325°C. for 30, 40, and 50-min. 
periods, respectively. Recrystallization oc- 
curred in Fig. 8 after a 4o-min. anneal 
at this temperature. Fig. 7 shows about 
97 per cent recrystallization while Fig. 9 
shows that slight grain growth has occurred. 
Figs. 10, 11 and 12 show the recrystalliza- 
tion of a 50.4 per cent hard sample also 
at 325°C. These samples were annealed 
160 and 180 min., respectively, and it 
was the sample in Fig. 12 that showed 
roo per cent recrystallization. Material 
29.5 per cent hard (Fig. 13), recrystallizing 
at the 400°C. temperature, required an 
annealing period of 17 min. Fig. 14, a 
sample annealed 15 min., shows again 
an area of cold-work. Fig. 15 is recrystal- 
lized and Fig. 16, after a 20-min. anneal, 
shows some grain growth. There may be a 
question concerning the lack of uniformity 
of these completely recrystallized struc- 
tures. Growing grains do tend to become 
more equiaxed and uniform, and, realizing 
that recrystallization begins at points of 
high stress concentration, it seems evident 
from the photomicrographs of the hard 
material that it would be impossible to 
expect uniformity in the newly born 
crystals; i.e., some have a head start in 
growth. 

Figs. 17 and 18 show the results of these 
tests as plotted. Fig. 18 is a three-dimen- 
sional view of Fig. 17 and serves as a 
model only, but gives a very clear picture 
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of the behavior of recrystallization as 
affected by the three variables, time, 
temperature and percentage of reduction. 
In Fig. 17, the amount of cold-work, 
indicated as percentage reduction of gauge 
is plotted against time in hours and 
minutes, and the time necessary for 
recrystallization is plotted according to 
the temperatures of the test. 


RECRYSTALLIZED GRAIN SIZE 
The grain sizes of all the completely 
recrystallized samples shown in Fig. 17 


TABLE 2.—Points Obtained for Total 
Recrystallization Series 


Tem-| Re- fete 
pera- | duc- Grain “| Sam- 
ture, | tion, Time | Size, Rock ple Cases) 
Deg. | Per Mm.|— EP No. ay 
fs Cent Pic 
Hr. Min. 
300 | 76.0 | I 25 |0.005| 94.0 3063 | 0.031 
325 | 76.0 40 |0.005| 91.5 |326X1 0.031 
325 | 65.2 55 |0.007| 90.5 |325X1 | 0.045 
325 | 50.4] 3. 00 |]0.010} 85.0 |324X10| 0.064 
350 | 76.0 7 |0.006| 94.0 3563 0.031 
350 | 65.2 Io |o.o10| 91.0 3551 | 0.045 
350 | 50.4 22 }0.013| 87.0 3544 0.064 
350 | 42.0 45 |0.013] 88.5 |357X2 | 0.075 
350: | 20.5 1 3 00 |0.020] 80.0 |353X8 0.001 
400 | 76.0 2 |0.004) 92.0 4068 0.031 
400 | 65.2 2 |0.008] 90.0 | 4058) | 0.045 
400 | 50.4 4 |0.010| 86.5 4049 | 0.064 
400 | 20.5 16 10.017] 81.0 4032 0.001 
400 | 21.7 32 |0.026] 77.5 4023 | 0.101 
400 | 17.0| 1 10 |0.037| 77.0 (401X1 | 0.107 
450 | 29.5 5 |0.021] 79.0 4534 | 0.091 
450 | 21.7 8 |o.024| 76.5 |452XI | 0.101 
450 | 17.0 I2 |o0.032] 75.0 |45I1XI | 0.107 
450 8.0] 2 Io |0.054| 63.0 |458X4 | 0.119 
0 0.033] 72.5 |50IXI | 0.107 
me) 0.052] 67.0 |508XI | 0.119 


were counted by four laboratory assistants 
and the results were averaged (Table 2). 
A curve of these values plotted against 
the amount of prior cold-work is similar 
to one previously reported by Eastwood, 
Bousu and Eddy.!? This curve (Fig. 19) 
shows that the size of the crystals increases 
as the amount of prior deformation is 
decreased (Fig. 4) and recrystallized grain 
size is independent of the temperature of 
anneal. The indications seem to be that 
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in fully annealed lightly worked material 


the grain size might be very large. 


INITIAL SOFTENING BY ANNEAL 


Fig. 18, the three-dimensional diagram 
for total recrystallization, shows that 
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lization would be defined as an average 
one-point drop in F Rockwell from the 
hard state, as rolled. Any slight rise 
in hardness due to relief of stress of re- 
covery before softening was disregarded 
and the annealing was carried until a 
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Fic. 19.—EFFECT OF PRIOR REDUCTION AND OF TEMPERATURE UPON INITIAL GRAIN SIZE OF 
RECRYSTALLIZED CARTRIDGE BRASS. 
Material had been annealed to an 0.053-mm. grain size and rolled as indicated prior to com- 


plete recrystallization anneal. 


above the diagram there lies a region of 
grain growth and below a region of partially 
recrystallized metal. After the completion 
of this diagram, work was continued and 
data gathered for a diagram to show how 
percentage reduction by cold-work and 
temperature of anneal affect the time 
of the early stages of recrystallization. 
Mathewson and Phillips! had investigated 
the time necessary to start softening of a 
40 per cent hard 70-30 brass annealed 
at various temperatures from 225° to 
325°C., by annealing at the given tempera- 
ture until a three-point drop in scleroscopic 
hardness was obtained. 

X-ray equipment not being available 
in our laboratory, it was arbitrarily 
decided that the beginning of recrystal- 


one-point drop from the original hard 
value was obtained. It was felt that 
this basis was more practicable than 
that of allowing the metal to recrystal- 
lize far enough actually to see new 
grains, for this would have exceeded 
useful relief-annealing temperatures and 
much softening would have occurred. 
The question may be raised that a one- 
point change exceeds the accuracy of a 
Rockwell machine. The rolled brass was 
found to be perfectly homogeneous, the 
Rockwell machine was checked daily, 
and all samples were tested at least 
three times before and after the anneal 
was made. The anneals were made exactly 
as previously described on similar material 
cold-rolled from the coil. 


R. S. FRENCH 207 


70 


z 


Percent Reduction by Rolling 


Time in Hours 


Fic. 20.—EFFECT OF PRIOR REDUCTION AND TEMPERATURE UPON TIME OF INITIAL SOFTENING OF 
RECRYSTALLIZATION OF CARTRIDGE BRASS. 
Material had been annealed to an 0.053-mm. grain size at 0.129-inch gauge and was rolled and 
annealed as indicated. 
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Table 3 shows the tabulated results 
obtained and Figs. 20 and 21 the results 
plotted in the two and three dimensions, 
as before. These curves indicate that the 
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duplicated on a finer and a coarser grain- 
size material than was used herein (0.053 
mm.). An attempt was made to treat 
the total recrystallization data analytically 
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Fic. 21.—TIME OF INITIAL SOFTENING OF RECRYSTALLIZATION OF CARTRIDGE BRASS VS. TEMPERA- 
TURE AND PERCENTAGE PRIOR REDUCTION BY COLD-ROLLING. 
A diagram of the data shown in Fig. 20. 


well-known rules concerning complete 
recrystallization also concern the beginning 
of recrystallization. The region immediately 
over any temperature curve is partially 
recrystallized metal, while that under the 
curve is substantially hard material. 

From these two curves on recrystalliza- 
tion and grain growth there have been 
eliminated the variables prior to cold- 
work, of grain size, and chemical analysis 
changes, etc., by the use of material from 
the same stock coil for all anneals; but it 
should be pointed out that to cover this 
subject completely, the work would be 


but no conclusions 


reached. 


satisfactory were 


SUMMARY 


1. The physical properties of cartridge 
brass in the annealed condition are largely 
dependent upon the grain size. 

2. Grain growth is affected by composi- 
tion, the prior deformation and grain size 
and by the time and temperature of anneal. 
Grain size will be greater, the higher the 
temperature and the longer the time of 
anneal. 

3. While there are other factors—such 
as purity, composition and grain size 
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TABLE 3.—Points Obtained for Initial 


Recrystallization Series 
Maa | aan =.-<).° ) 


Hardness 
Tem-| Re- i 
pera- | duc- oe Sam- |, 
aS oe, Time |—————| ple ey ae 
eg. T n. 
C | Cent Be- | Aft-| N° 
fore er 


250 80.0 I 50 |II0.5 109.5]/259YI |0.0255 


250 ee ime 27 |I10.0|109.0]256Y2 |0.031 
275 80.0 16 |II0.5}109.5}270Y1 |0.0255 
275 65.2 32 |110.0}109.0]/275Yr |0.045 
275 50.4 1 E I5 |108.0]107.0]274Y1 |0.064 
300 80.0 4 |I10.5}109.0/309Yr1 |0.0255 
300 65.2 6 |110.0/109.0/305Y1r |0.045 
300 50.4 13 |108.0]107.0}304Yr |0.064 
300 42.0 25 |106.0|/105.0}/307Y1 |0.075 
300 20.5 152 1o |102.5|/10r.5)303Y1 |0.001 
325 50.4 5 |108.0}107.0|324Y1r |0.064 
325 29.5 3 |103.0|102.0/323Y1 |0.091 
325 17.0}. 25 | 96.0] 95.0/321YI |0.107 
350 42.0 2 |106.0]/105.0/357YI |0.075 
350 29.5 9g |102.0/101.0/353Y1 |0.001 
350 17.0 19 | 96.0] 95.0]/351Y1I |0.107 
350 ° 55 | 86.5] 85.5)358Y1 |0.119 
350 4.25| 1 30 | 81.0} 80.0)3510YI |0.1235 
400 29.5 r |102.0j}101.0)403YI1 |0.0901 
400 17.0 3 | 96.0] 95.0)401YI |0.107 
400 8.0 6 | 86.0] 85.0)408Y1 |0.119 
400 ee tr | 81.0] 80.0/4010Y1I |0.1235 
ee ee a SS aa 


prior to deformation—the time, tempera- 
ture and deformation factors have been 
studied and shown on curves as they 
affect the time for the beginning and 
completion of recrystallization. These 
curves illustrate the well-known laws of 
recrystallization; namely, the time neces- 
sary to bring about either the beginning 
or completion of recrystallization is less, 
the greater the amount of deformation 
or the higher the temperature of anneal. 

4. These curves for recrystallization 
show that under any set of conditions 
these three variables are dependent upon 
each other and are fixed. 

s. The initial grain size of recrystallized 
material has been shown to be a function 
of the amount of cold-work prior to the 
anneal—the greater the amount of work, 
the finer the resultant grain. 

6. Some indication has been shown that 
the annealing temperature of very lightly 
worked material is fairly high and that 
the resultant grain size large. 
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Graphs and data shown in this report 
should be used as examples only. The 
history of a sample is most important and 
direct use of any of these curves may cause 
undesired results. 

The grain sizes required for cartridge- 
case material are generally coarser than 
that of the material used in this report. 

It is admitted that many factors must 
be studied in connection with recrystal- 
lization and grain growth of the alpha 
crystals found in cartridge brass, but it is 
hoped that some light may have been 
thrown on the general picture of its 
behavior and that perhaps some inspiration 
for further studies of this subject may be 
gained from this paper. 
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DISCUSSION 


(Alan Morris presiding) 


D. L. Marrin,* Schenectady, N. ¥Y.—The 
author indicates, in Figs. 1 and 4, that for a 
given reduction and annealing time the grain 
size increases with temperature, and at any 


(INCREASING ——*) 


GRAIN SIZE 
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peratures was uniform, but at intermediate 
temperatures a mixed grain structure was 
obtained. 

It has been my experience that a mixed 
grain structure is frequently encountered in 
annealed silver, copper, and copper alloys. 
For example, in Fig. 23 is shown the mixed 
structure obtained in a 70-30 brass rod an- 
nealed at 800°C. for one hour. The grains in this 
particular sample vary in size by a ratio of 
about 3:1. 

From a commercial standpoint the average 
grain size-temperature curves given in Figs. 1 
and 4 may suffice, but they are of little value 
in studies of the effect of grain size on some 
property, such as creep, where a uniform grain 
size is necessary to properly evaluate the 
effect. 

The discontinuous grain growth seems to be 


TEMPERATURE —= 


Fic. 22.—SCHEMATIC REPRESENTATION OF DISCONTINUOUS GRAIN GROWTH OF COPPER. (After 
Parker and Riisness.) 


definite temperature of anneal the grains are 
uniform in size. His results on 70-30 brass 
agree with those by Webster, Christie and 
Pratt on various coppers.!® Parker and Riis- 
ness,'® on the other hand, have stated that 
the grain growth of commercial oxygen-free 
copper is discontinuous, as shown in Fig. 22. 
The grain size at low or high annealing tem- 


* Research Laboratory, 
Company. 

16 W. R. Webster, J. L. Christie and R. S. 
Pratt: Trans. A.I.M.E. (1933) 104, 166. 

16 EB. R. Parker and C. F. Riisness: 
yolume, p. 117. 


General Electric 


This 


related to inclusions, nonuniform _ plastic 
deformation, and preferred orientation of the 
grains. Whatever the factors responsible 
for mixed grains, it appears that they cannot 
always be avoided, and therefore it might be 
worth while to indicate on the grain-growth 
curves the range of grain size as well as the 
average grain diameter for temperatures in the 
mixed grains zone. 


R. S. FRENcH (author’s reply).—The diffi- 
culties encountered by E. R. Parker and 
C. F. Riisness, discussed here by Mr. Martin, 
are familiar ones to manufacturers of non- 


DISCUSSION 


ferrous metal that supply material in the soft 
condition for cold-working operations, that 
degree of softness usually being specified by 
grain-size limits. The grain growth of certain 
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of these alloys can be controlled by changes in 
prior annealing temperatures and reductions, 
with 


so that this region will not interfere 


specification requirements. 


FIG. 23.—DRAWN 70-30 BRASS ROD (0.750-IN DIA.) AFTER ANNEALING AT 800°C. FOR ONE HOUR. 


metals and alloys, such as copper, silicon 
bronzes, aluminum brasses and others is apt 
to be of the discontinuous type. 

One of the most important factors that 
promote this condition is the small amount of 
foreign elements, purposely added or otherwise 
present. The author referred to two papers on 
this subject in the text. In many instances it is 
found that the region of varied grain growth 


Of no such unusual interest, however, were 
the grain-size values recorded as shown in 
Figs. 1 and 4 for these particular samples of 
cartridge brass. The degree of uniformity at 
each annealing temperature was consistent 
with the uniformity of the standards by 
which they were determined, similar to those 
shown in plate 3, part 1 of the 1942 A.S.T.M. 
Standards. 


Stress-corrosion Cracking of 70-30 Brass by Amines 


By H. RosentHat* anp A. L. Jamreson,t Junior Mempers A.I.M.E. 
(New York Meeting, February 1944) 


THE action of mercury on stressed brass 
to produce cracks was known before Moore, 
Beckinsale and Mallinson! showed that 
actual season cracking did not occur 
spontaneously but could be induced by 
ammonia. These investigators studied 
other substances, including diphenylamine, 
without finding that anything other than 
ammonia could cause season cracking 
Grimston? reported season cracking in 
cartridge cases stored in wooden boxes 
wetted with dilute sulphuric acid pickling 
solution. Season cracking associated with 
sulphur dioxide, water vapor and air has 
been reported by Johnston,® although he 
reported that trimethylamine and pyridine 
did not cause cracking. Jevons* has 
ascribed season cracking of brass in certain 
instances to trimethylamine, ‘aldehyde 
amine,” ‘ketone amine” and pyridine, 
but no experimental work was done evi- 
dently to prove this definitely. Pyridine 
was investigated by Morris,® who found 
it to have considerable cracking power. 

In the present investigation, the object 
was a qualitative evaluation of a number 
of representative amines with respect to 
their ability to cause season cracking. 
Thus it was desired only that an appreci- 
able vapor pressure of each amine be 
obtained in order to make the test as 
severe as possible, without attempting to 
test equivaient concentrations for com- 
parative purposes. 


Manuscript received at the office of the 
Institute Nov. 1, 1943. Issued as T.P. 1660 in 
MErALs TECHNOLOGY, February 1044. 

* Associate Metallurgist, Ordnance Labora- 
tory, Frankford Arsenal, Philadelphia, Pa, 

+ Metallurgist, Frankford Arsenal. 

’ References are at the end of the paper. 


METHODS 
Specimens 


Two types of specimen were used: 

1. Unannealed 70-30 brass cups formed 
from o.o4o-in. thick sheet. Height of cup 
was 13¢ in. and diameter was 17¢ inches. 

2. First draw pieces of caliber .50 
cartridge cases in the unannealed condition 
(70-30 brass). 

The cups were representative of a thin 
wall and thin base specimen, whereas the 
draw pieces have a thick base (14 in.) and 
a thick wall (approximately 34. in.). 

Both types of specimens contained high 
residual stress and cracked in less than 
one minute in a solution of 1 per cent 
mercurous nitrate and 1 per cent nitric 
acid provided that this was preceded by a 
30-sec. pickle in 4o per cent nitric acid. 

Specimens were prepared as follows: 
(1) degreased in trichlorethylene, (2) 
rinsed in H,O, (3) pickled 5 min. in 10 per 
cent by volume H2SO, (1.84 sp. gr.), (4) 
rinsed in H,O, and (s) dried. 


Amines Tested 


In selecting the amines, representatives 
of the three series of amines and one series 
of substituted amines were chosen. The 
aliphatic series was represented by the 
methyl and ethyl primary, secondary 
and tertiary amines. These are the simplest 
aliphatic amines. 

For the aromatic series, the phenyl 
primary, secondary and tertiary amines 
were selected as being the simplest. 

The heterocyclic series was represented 
by pyridine, which is a simple heterocyclic 
base (tertiary amine). 
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The ethanol primary, secondary and 
tertiary amines were included as repre- 
sentatives of substituted aliphatic amines. 


Test Conditions 


Previous investigators** have found that 
stress-corrosion of brass by ammonia is 
facilitated by the presence of air and 
water vapor. It was not known whether 
air and water vapor are necessary to cause 
> corrosion cracking with amines but, since 
an analogous effect might well exist, it 
was decided to test each amine in the 
system: amine vapor, air, water vapor. 

The specimens for each test, consisting 
of three cups and three draw pieces, were 
supported in the upper part of a Mason 
jar. Small tripod-shaped racks were con- 
structed from copper wire and on these 
the draw pieces were supported above the 
bottom of the jar. The cups were suspended 
by a cord from the top of the jar where 
the end of the cord was fastened to a brass 
plate, which was retained on the neck of 
the jar just beneath the lid. This arrange- 
ment is illustrated in Fig. 1. 

The draw pieces were not insulated from 
each other, since the three were hung on a 
common metallic rack. The cups, on the 
other hand, did not touch each other and 
were insulated from one another by the 
nonconducting cord. 

Three so-ml. Pyrex beakers were placed 
in the bottom of each jar to hold the 
reagents. 

Water vapor was supplied to the 
atmosphere from the water placed in the 
beakers. The method of adding water 
varied according to the particular amine. 
The gaseous amines were obtained in a 
33 per cent aqueous solution and thus 
required no addition of water. The water- 
soluble liquid amines were diluted with 
equal volumes of water, and the water- 
insoluble amines were tested by keeping 
two of the beakers filled with water while 
the other contained the amine being 
investigated. 


It was desired that an appreciable 
vapor pressure of each amine be obtained 
to make the exposures severe. This, 
unfortunately, was impossible at room 


Fic. 1.—ARRANGEMENT OF SPECIMENS IN 
MASON JAR FOR AMINE EXPOSURE TEST. 


temperature because some of the amines 
have low vapor pressures at this tempera- 
ture. To avoid this difficulty, two test 
temperatures were used, 100°F and 200°F. 

A summary of the test conditions used 
for each amine is shown in Table 1. 

During the test period, each jar was 
sealed by a glass lid clamped against a 
rubber gasket. Test temperatures were 
maintained by electrically heated, forced- 
circulation cabinets, which were thermo- 
statically controlled to a variation of 
less than + 2°F. 

All the amines were obtained from the 
Eastman Kodak Co. except the ethanol- 
amine, diethanolamine and triethanol- 
amine, which were furnished by the Carbide 
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and Carbon Chemical Corporation. The 


diethanolamine was reported to contain 
not more than 2 per cent each of ethanol- Specimens were examined before ex- 
amine and triethanolamine and not less posure and daily for the first 17 days of 


Examination of Specimens 


TABLE 1.—Test Conditions 


; Test Tem- Source of Water Vapor Quantity of 
Amine ee with Amine Reagent Used 
Methylaminier(gas)emiee eink tee ene 100 33 per cent aqueous solution 75 mi. 
Dimethylamimel (gas) i sere dee en oe 100 33 per cent aqueous solution 75 ml. 
Trimethylamine’(gas)...0s. 26 eessesee- 100 33 per cent aqueous solution 75 mi. 
Ethylaminen@licaid) sm scence cieraerie ets 100 50 per cent aqueous solution 75 ml. 
Diethylamine) (liquid) ¢50.;..---4---.---- 100 50 per cent aqueous solution 75 ole Z 
Drethylamuine: (liquid! emer ereiecices cre 100 Water in beaker 50 ml. triethylamine an 
25 ml. water 
Aniline (Phenylamine) (liquid).......... 200 Water in beaker 50 pees and 25 ml. 
W: 
Diphenylamine (solid). ...9s- eee es 200 Water in beaker 10 grams diphenylamine 
and 25 ml. water a 
Triphenylamine (Solid)),.....0s2s--.+-+: 200 Water in beaker Io grams triphenylamine 
and 25 ml. water 
Pyridine (liquid): ..a see ee ecient 100 50 per cent.aqueous solution 75 ml. 
Ethanolamine! (iquid)ijaassecese eee 200 50 per cent aqueous solution 75 ml. 
Diethanolamuine (iquid) i cca eee 200 50 per cent aqueous solution 75 ml. 
Mriethanolamiune (uct cd) yee eee 200 50 per cent aqueous solution 75 ml. 


TABLE 2.—Results of Amine Exposure 


Number of Number of Spec-| Number of Days 
Specimens imens Cracked | before Cracking Galore oe Goronna 
Reagent Film on Specimens 
a b a b a b 
Methylaminevyin..- sone rane ee 3 3 3 3 4 4 Light brown 
Methylamine (retest)............... = 3 3 3 I 7 ' 
Wimethylamine was soe mee 3 3 o I r 45¢ Light brown 
Trimethylaminenae.es ute eee eee 3 3 3 3 45¢ 45¢ Light brown 
Pthylamine 25... ot mote ee eee 3 3 3 3 3 3 Spotty dark purple 
Bthylamine’ (retest)ic, ......05- ss. 00 3 3 3 3 2 2 
Diethylamine semen 3 3 Co) oO r . Spotty brown 
Triethylamime sus eee alee seen is 3 te) o r r Unchanged 
Aniline (Phenylamine)............. 3 3 I 12 
3 I 45 45 Dark brown 
Diphenylamine.... cee. socteeee Gee =) 3 I I Light brown 
oO I r 17 
Diphenylamine (retest)............. 3 3 oO oO s 8 
Triphenylaminej;u.0.25e)sneesceeee 3 3 ° I r 45¢ Purplish red 
Py ri ding.2 ese somes ee eee x 3 fe) fe) 8 8 Dark brown 
Ethanolaminesy).dcceeien shee oe 5 3 3 3 4 4 Dark brown 
Ethanolamine (retest).............. 3 3 2 re 
5 ; 3 E 4 4 
Diethanolamineseu. esac e ee eee ee 3 3 I 8 Light brown 
I 10 
to) I r Ir 
Uriethanolamime css. eee see eseen 3 3 I I Purplish red 
2 I 4st 17 


* 70-30 brass unannealed, caliber .50 first draw pieces. 

+ 70-30 brass unannealed cups. 

r Test discontinued after 45 days exposure. 

* Test discontinued after 35 days exposure. 

‘ Found after pickling. 
than 95 per cent diethanolamine. The tri- exposure and every third day thereafter 
ethanolamine. was reported to contain not until the exposures were discontinued at 
more than 2.5 per cent ethanolamine, not the end of 45 days. Specimens were with- 
more than 15 per cent diethanolamine and drawn from the test after cracks had been 


not less than 80 per cent triethanolamine. detected. 
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Since the cracks in the cups usually 
opened wide, they were easily detected 
by visual examination. The draw pieces 
did not crack open to any appreciable 
extent, therefore a binocular microscope 
at a magnification of 20 diameters was 
used. 

At the end of the entire exposure period, 


~I 


surface of the specimens became very 
dark. 


RESULTS AND DISCUSSION 
Cracking Data 


A summary of the cracking results of 
the exposure tests is presented in Table 2. 


Fic. 4. SURFACE CORROSION CAUSED BY THIRTY-MINUTE EXPOSURE OVER CONCENTRATED NH,:OH 
SOLUTION. 
A, unannealed cup; B, unannealed caliber .50 first draw piece. Specimens shown natural size 
and surface at X 20. 


all remaining specimens were pickled to 
remove the corrosion products and ex- 
amined at a magnification of 20 diameters. 
After being pickled in 10 per cent by 
volume H.SO, (1.84 sp. gr.), several 
specimens were found to be cracked, 
although previous examinations had not 
disclosed small cracks assumed to have 
been hidden by the corrosion products. 
The color of the corrosion products 
was noted at the end of the first day of 
exposure. As the corrosion proceeded, the 


Of the 13 amines tested, only three— 
diethylamine, triethylamine and pyridine— 
did not cause cracking. However, it is 
possible that higher concentrations of the 
amine vapor acting for an equal or greater 
length of time might have caused cracking. 
No cracking occurred among blank speci- 
mens in jars not containing amines. 

No single series of amines appears to 
be harmless, since primary, secondary and 
tertiary amines have been shown to cause 
cracking. 
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Fics. 5~7.—TRANSVERSE SECTIONS THROUGH BASE OF CALIBER .50 FIRST DRAW 
NH,OH + W20.. 
5. Methylamine, 4 days. 
6. Ethylamine, 3 days. 
7. Trimethylamine, 45 days. 
Original magnification 150; reduced 14 in reproduction. 


PIECES. ETCHANT: 
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UGH BASE OF CALIBER .50 FIRST DRAW PIECES, ETCHANT: 
NH,OH + H:20:. 

8. Aniline, 45 days. 

9. Ethanolamine, 4 days. 

ro. Triethanolamine, 3 days. 
Original magnification 150; reduced 1% in reproduction. 


Fics. 8-1ro.—TRANSVERSE SECTIONS THRO 
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On the basis of the available data, it is 
apparent that the primary amines are 
more active cracking agents than the 
secondary or tertiary amines in the 
methyl, ethyl, phenyl and ethanol series 
at the test temperatures used. 


Macrostructure of the Cracks 


The specimens were crushed so that 
the cracks became easily visible. Fig. 2 
shows various cups and Fig. 3 shows 
various draw pieces that were exposed and 
afterward crushed. 

The cup corroded by ethylamine shown 
in Fig. 2 is the most severely cracked and 
exhibits a type of surface deterioration 
similar to that obtained by ammoniacal 
atmospheres. This type of surface cracking 
is shown in Fig. 4, which illustrates a cup 
and draw piece exposed over a concen- 
trated NH,sOH solution for 144 hr. and 
afterward crushed. Large cracks have not 
developed, although the surface has a net- 
work of superficial cracks resembling fish 
scales; a specimen exposed to ammonia 
for a longer period of time develops larger 
cracks, similar to those in the ethylamine- 
corroded cup of Fig. 2. 


Microstructure 


The paths of all cracks examined were 
usually intercrystalline. Figs. 5 to ro are 
photomicrographs showing cracks in draw 
pieces exposed to methylamine, ethyl- 
amine, triethylamine, aniline, ethanol- 
amine and triethanolamine. 

The plane of the microsection shown is a 
transverse plane cutting the intersection 
between the bottom and sidewall. The 
cracks are radial. A few branches of the 
main cracks go in other directions. 


CONCLUSIONS 


t. In the presence of moist air, amines 
can cause season cracking of stressed brass. 
2. Under the conditions of these tests 
the primary amines are more active in 
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causing cracking than the secondary or 
tertiary amines. 


ACKNOWLEDGMENTS 


For permission to publish this paper, the 
authors are indebted to Lt. Col. C. H. 
Greenall, Officer in Charge of the Frank- 
ford Arsenal Ordnance Laboratory, and to 
the War Department, Office of the Chief 
of Ordnance. Appreciation is due Miss 
Reeder and Miss Miranshahian for help 
with the photographs and to Mr. H. 
Gisser and Mr. S. Spring for technical 
advice. 


REFERENCES 


1. H. Moore, S. Beckinsale and C. E. Mallin- 
son: Season Cracking of Brass. Jul. Inst. 
Metals (1921) 25, 35-124. 

2. F. Grimston: Season Cracking of Small 
Arms Cartridge Cases during Manufac- 
ture. Jnl. Inst. Metals (1928) 39, 255-278. 

. R. G. Johnston: Some Observations on 
Brass Season Cracking. Sheet Metal Ind. 
(1940) 14, II97—I199, I2ITI. 

J. D. Jevons: The Metallurgy of Deep 
Drawing and Pressing, 161-177, New 
York, 1940. John Wiley and Sons. 

5. A. Morris: Private communication, April 15, 

1942. 

. A. Morris: Stress Corrosion of Annealed 

Brass. Trans. A.I.M.E. (1930) 89, 256-268. 


w 


= 


fo) 


DISCUSSION 


(D. R. Hull presiding) 


A. Morrts,* Bridgeport, Conn.—I am 
not in any sense a student of organic chemistry, 
but I have been told that the amines are 
nitrogenous compounds that are capable of 
breaking down and producing small amounts, 
but appreciable ones, of ammonia; and inas- 
much as ammonia is the only other source of 
cracking of this type that we know about, 
I have always had the suspicion that when 
amines cause cracks of this nature the real 
active agent may be ammonia still, rather 
than the amine itself. 

I would like to know if the authors have made 
any tests to see whether small amounts of 
ammonia might have been present in those 
tests. 


* * Director of Research, Bridgeport Brass 
Oo. 


DISCUSSION 


H. RosentHAL (author’s reply)—I have 
no information about the decomposition of 
amines into ammonia during the test itself. 
However, some tests were made to determine 
whether any ammonia was originally present 
in the amines. It is very difficult to analyze 
for ammonia in the presence of amines because 
a test for ammonia generally turns out to bea 
test for amines as well. 

The Francois test was found to be the best 
suited for the purpose, although even with 


_ this test only four of the amines could be 
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tested and the remainder of the amines yielded 
inconclusive results because of interference. 
The tests indicated that the ammonia content 
did not exceed 0.02 per cent in aniline, di- 
phenylamine, triphenylamine and monethanol- 
amine. Cracking was found with these four 
amines in the main tests. Experience has 
shown that ammonia contamination in the 
atmosphere from impurities in the order of 
0.02 per,cent will not produce the crack- 
ing observed in the testing of these four 
amines. 


Physical Properties of a 65-Cu, 10-Mn, 25-Zn Alloy 


By J. R. Lone* anp T. R. Granam,* MEMBER A.I.M.E. 


(New York Meeting, February 1944) 


Tuis report is concerned with part of a 
series of investigations carried on by the 
Federal Bureau of Mines on_ alloys, 
particularly nonferrous alloys, made with 
electrolytic manganese. A broad general 
program instituted after commercial quan- 
tities of electrolytic manganese became 
available was necessary in order to compare 
the effects of electrolytic manganese 
with those of the ordinary commercial 
grades. Representative analyses of these 
two materials show the commercial man- 
ganese metal to contain up to 2 per cent 
iron, a maximum of 1 per cent silicon and 
0.06 per cent carbon, while the electrolytic 
manganese rarely exceeds 0.01 iron, 0.02 
sulphur, with no silicon or aluminum. 

In the literature, the emphasis has 
been largely on high-strength casting 
alloys containing up to 5 per cent man- 
ganese, and few data are available on 
wrought manganese alloys. These factors, 
coupled with the strategic position of 
copper and zinc, have given impetus to 
the Bureau’s War Research Program for 
the development of alloys containing 
nonstrategic manganese for the purpose 
of supplementing or providing alternates 
for the more strategic metals. The alloy 
reported here was studied, along with 


several other ferrous and nonferrous 


Published by permission of the Director, 
Bureau of Mines, U. S. Department of the 
Interior. Manuscript received at the office of 
the Institute Dec. 1, 1943. Issued as T.P. 1705 
in MretaLts TECHNOLOGY, June 1944. 

*Senior Metallurgists, Bureau of Mines, 
Intermountain Experiment Station, Salt Lake 
City. Utahe 


alloys, as possible cartridge-case material, 
and was chosen after a review of the proper- 
ties of the ternary alloys of copper- 
manganese-zinc. 


PRELIMINARY WORK 


In a cursory survey of this system, 
alloys ranging from 60 to 95 per cent 
copper, o to 50 per cent manganese, and 
5 to 40 per cent zinc were investigated. 
The alloys containing 60 per cent copper 
were found to fall into the two-phase 
alpha plus beta region of the system, and 
since those containing 70 per cent would 
not permit a saving, only alloys containing 
65 per cent copper were considered. The 
tensile properties of these 65 per cent 
alloys are plotted in Fig. 1 as a function of 
manganese content for annealed material 
and for four conditions of cold-work 
In the annealed condition the increases 
in strength and decreases in elongation 
are minor up to 15 per cent manganese; 
beyond this, the changes become more 
significant. In the cold-worked condition, 
the first 5 to ro per cent of manganese 
appears to have the greatest strengthening 
effect, the rate of increase dropping off 
as the manganese increases beyond this 
amount. These effects are more pronounced 
with moderate than with severe cold 
reduction. It is also interesting to note 
that while the elongation of annealed 
material drops regularly with increasing 
manganese, the elongation in the cold- 
worked state is relatively little affected 
by increasing manganese content, particu- 
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larly beyond 20 per cent reduction by 
cold-rolling. 

The 65 per cent copper, 10 per cent 
manganese, 25 per cent zinc alloy was 
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Fig. 2. These curves emphasize the close 
similarity of the properties of the man- 
ganese alloy to those of the brass upon cold- 
working and show that it is somewhat 
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65 per cent Cu, o to 30 per cent Mn. 


Fic. 1.—TENSILE PROPERTIES OF COPPER-MANGANESE-ZINC ALLOYS. 


ALA 


120 


selected from these data because it con- 
tained the minimum amount of copper 
and zinc consistent with the possession of 
properties not too different from those of 
70-30 brass. The properties of this alloy 
are compared with those of the brass in 
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stronger, a trifle harder, and has excellent 
ductility. The tensile and yield strengths 
do not exceed those of the brass by more 
than 5 to 8000 lb. per sq. in. in any condi- 
tion; hardness is at most 5 points Rockwell 
B higher, and the percentage of elongation, 
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while 10 per cent less in the annealed 
condition, closely approaches that of the 
brass upon cold-working. 


The relatively small divergence of 
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gravity 4 to 5 per cent lower than that 
of a cartridge brass, permitting a saving 
of copper and zinc over and above that 
obtained by simple weight substitution. 
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properties made it reasonable to expect 
that this alloy could be handled in much 
the same manner as 70-30 brass and could 
be utilized for cartridge cases and similar 
articles that demand good forming and 
deep-drawing characteristics, and thereby 
ease their requirements for badly needed 
copper and zinc. The alloy has a specific 


2.—TENSILE PROPERTIES OF MANGANESE ALLOY COMPARED WITH ALPHA BRASS. 
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Preliminary work was restricted to 
comparison of the properties of 70-30 
brass with those of the electrolytic man- 
ganese alloy in rod form. Subsequent 
work was conducted to establish the 
properties of the manganese alloy when 
made with ordinary commercial metal 
as well as with the electrolytic manganese, 
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and to compare these with the properties 
of cartridge brass fabricated into sheet 
under identical conditions. Data were 
obtained on melting practice required to 
produce the alloy; hot-working and cold- 
working characteristics; variation of physi- 
cal properties with cold-working and 
subsequent annealing; the effect of small 
variations in composition; microstructure 
and grain sizes; resistance to salt-spray 
corrosion; susceptibility to season cracking, 
and the effect of lead and antimony 
additions on hot-rolling characteristics. 


PREPARATION AND FABRICATION 


The alloys were made from high-grade 
wirebar copper, electrolytic zinc, and two 
grades of manganese; that is, high-purity 
electrolytic cathode chips and ordinary 
commercial metal. While the melting 
and alloying were mostly carried out in 
high-frequency induction furnaces with 
magnesia or graphite crucibles, no difficul- 
ties have been encountered in making the 


TABLE 1.—Chemical Analysis 


PER CENT 
wr 
Alloy | cu | Za | Mn | Fe | Si] Al 
f. Cartridge brass. .|68-25|3x.70|Nil_ [Na | Nil|Nil 
2. Electrolytic Mn..|65.00|24.90 10.05) Nil Nil| Nil 


3. Ordinary Mn.... jO5-00 24.45 eg eek Cag Nil 


alloy in clay-graphite crucibles in a gas- 
fired furnace. The recommended melting 
procedure consists of first preparing a 
manganese-zinc hardener of the desired 
ratio (in this case 10-25) and adding the 
hardener to molten copper. Use of the 
hardener is a material aid in obtaining 
specific alloy compositions, and it is 
easily prepared by melting zinc under a 
sodium borate cover and gradually washing 
the manganese cathode chips into solution, 
using a copper-manganese stirring rod to 
push the manganese under the surface 
of the bath. Electrolytic manganese will 
dissolve in zinc with no serious difficulty 
up to 35 per cent, and the only precaution 


Fics. 3-5.—REPRESENTATIVE GRAIN SIZE OF 
ALLOYS PRIOR TO REDUCTION BY COLD-ROLLING. 
X75. 

Fig. 3. Cartridge brass. 

Fig. 4. Electromanganese alloy. 

Fig. 5. Ordinary manganese alloy. 
necessary is to keep the temperature 
below the flare point of the zinc. Ordinary 
manganese was more difficult to dissolve, 


and a considerably longer time was 
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required. These alloys have been made 
satisfactorily also by direct alloying and 
by using a copper-manganese hardener. 
the manganese-zinc hardener 


However, 
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All alloys were chill-cast into 11¢ by 
3 by 10-in. slabs, which subsequently were 
machined to remove incidental surface 
imperfections. These slabs were hot- 
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has the advantage of simplicity in prepara- 
tion and good control of chemical com- 
position, and requires only the single 
addition to molten copper to produce the 
alloy. These factors would be of particular 
importance in commercial preparation 
of the alloy. The chemical analyses of the 
alloys are reported in Table r. 


rolled and cold-rolled and annealed by 
schedules calculated to produce sheet 
finished to }4¢-in. thickness by various 
amounts of cold reduction. A hot-rolling 
temperature of 1300°F. (700°C.), found 
to be satisfactory in preliminary work, 


was used. The alloys hot-rolled quite 
well, 
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An annealing time of 30 min. at 1022°F. 
(550°C.) was used after tests on 60 per cent 
cold-reduced sheet showed that these 
conditions would not produce excessively 
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electromanganese alloy, these differences 
are not great. The ordinary manganese 
alloy has a much finer grain size, which 
persisted in all alloys made with ordinary 
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Fic. 7.—PROPERTIES OF ALLOYS I, 2 AND 3 VS. COLD-WORK. 


large grains in either the brass or the 
electrolytic manganese alloy. Representa- 
tive annealed grain size of each of the three 
alloys prior to finish rolling are given in 
Figs. 3, 4 and 5. The photomicrographs 
show that while there are some differences 
between the grain size of the brass and the 


manganese even when annealed at con- 
siderably higher temperatures. 


Effect of Cold-rolling 


The effects of plastic deformation by 
cold-rolling on the physical properties of 
the alloys are given in Table 2 and plotted 
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in Figs. 6 and 7 as a function of per- 
centage of cold reduction. The work- 
hardening rates of the individual alloys 
from the standpoint of the tensile and 
yield-strength curves are strikingly parallel. 
It is to be noted in this comparison that 
each of the alloys 1, 2, and 3 has a different 
“‘as-annealed grain size,’ and that un- 
doubtedly this accounts for at least part 
of the differences noted. The alloy made 
with ordinary manganese is definitely the 
hardest and has the highest tensile strength 
and lowest percentage of elongation, while 
the brass is softest and has the least 
strength and the highest elongation. The 
alloy made with electrolytic manganese 
is midway between the other two in all 
of its properties. 


TABLE 2.—Variation in Physical Properties 
with Cold-work 
AVERAGE OF THREE SPECIMENS 


SS SSS SS 
Reduc- 
tion in 
Thick- |Ultimate|} Yield Hard- | Elonga- 
Alloy] ness by |Strength,/Strength,| ness tion, 
No. | Cold-. | Lb. per | Lb. per | Rock- Per 
rolling, | Sq. In. | Sq. In. | well B Cent 
er 
Cent 
i fo) 46,000 12,200 33 65 
20 57,200 46,500 61 29 
40 77,000 72,300 86 y heey 
60 91,000 83,000 Q2 6.4 
80 100,500 97,000 97 3.9 
90 106,200 96,000 98 3.2 
2 fo) 55,000 20,300 45 43.5 
20 68,200 59,000 81 £30) 
40 85,500 81,500 90 4.6 
60 99,500 | 93,000 95 3.5 
80 107,500 98,000 99 a Has 
90 114,600 |} 107,300 Ior 3.5 
3 to) 68,100 39,700 70 32 
20 60,200 75,500 87 7 
40 97,500 94,500 95 3-7 
60 I10,000 | 104,500 98 3 
80 113,600 | 105,300 100 2.4 
90 119,000 | 116,000 102 2.8 


The lower hardness and greater elonga- 
tion of the electrolytic as compared with the 
ordinary manganese alloy makes it more 
desirable for purposes requiring high ductil- 
ity for deep drawing. In addition, the 
closer approach of the tensile and yield 
strengths (8 to 10,000 per sq. in. higher) to 
those of the brass should make it easier to 
use this material interchangeably with 
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brass. The higher strength and lower 
elongation of the ordinary manganese alloy 
might be expected to introduce variation in 
procedure and results when fabricated by 
brass techniques. This was noticeable in the 
cold-rolling of the alloys, in that additional 
care was required to produce good sheet in 
the ordinary manganese alloy. It also 
offered more resistance to the reduction; 
that is, using the same roll setting and 
starting with the same initial thickness of 
metal, the brass and the electrolytic man- 
ganese alloy rolled to within half a thou- 
sandth of the same thickness while the 
ordinary manganese alloy was four thou- 
sandths thicker at a finished size of 80 
thousandths of an inch. 


Effect of Annealing Temperature 


The variations of properties of the alloys 
with annealing temperature are given in 


TABLE 3.—Variation of Physical Properties 
with Annealing Temperatures 
AVERAGE OF THREE SPECIMENS 


Anneal | Ultimate} Yield Elonga- 
Allo Temper-|Strength,|Strength, tion, 
Y) ature, | Lb. per | Lb. per Per 
Deg. C: | Sq. Int 1 Sqs In: Cent 
t |Asrolled| 91,000 | 83,000 6.4 
250 95,000 | 87,500 6.0 
350 56,600 | 28,200 50.0 
450 49,500 | 18,000 60.0 
550 46,000 | 12,200 65.0 
650 43,000 9,000 75.0 
750 39,800 6,600 70.5 
2 |Asrolled| 96,500] 91,000 3.6 
250 97,100 | 90,500 ee} 
350 69,500 | 47,700 27.0 
450 58,700 | 27,400 39.2 
550 55,000 | 20,600 44.0 
650 46,500 | 14,500 47.5 
750 45,600 | 12,900 510 
3 |Asrolled| 104,000 | 96,000 3.0 
250 105,500 | 99,200 Sik 
350 98,000 | 89,500 S35 
450 70,100 | 49,000 28.7 
550 68,100 | 39,700 32.0 
650 55,200 | 17,800 36.2 
750 49,800 | 13,100 40.0 


Table 3 and Figs. 8 to ro. For this part of 
the work, test specimens of 1/.-in. sheet 
in the 60 per cent cold-reduced state were 
annealed for 30 min. at the indicated tem- 
perature and quenched in water. Through 
an oversight, none of the alloys was an- 
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nealed at 300°C., which would correspond 
to the middle of the recrystallization range 
for brass and the beginning of recrystalliza- 
tion for the electrolytic manganese alloy. 
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and in the neighborhood of 250°C. for the 
brass. This is also reflected in the curves 
showing hardness and elongation plotted 
against temperature. Although the elonga- 
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The curves for the tensile and yield strength 
therefore are only approximate in this 
range, since they have been placed by 
rough approximation based on the hardness 
values given in Fig. ro. 

It is evident from these data that the 
ordinary manganese alloy has the highest 
recrystallization temperature and that the 
recrystallization continues over a fairly 
wide range. Recrystallization begins at 
300°C. for the electrolytic manganese alloy 


tion of the electrolytic manganese alloy in 
the sheet form is below that of the brass, it 
is at least 10 per cent above that of the 
ordinary manganese alloy for all annealing 
temperatures. 

The effect of annealing temperature on 
grain size is shown in Fig. 9, where it is 
evident that the grain size of the brass is the 
greatest of the three alloys and that the 
ordinary manganese alloy has the smallest 
grain size at all temperatures. Roughly, the 
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electrolytic alloy has a little more than 
half the grain size of the brass for all tem- 
peratures up to 700°C. At 800°C. the 
electrolytic alloy shows a decrease in grain 
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to 16, inclusive. The beginning of recrystal- 
lization is evident at 300°C. (Fig. 11), and 
complete at 420°C. (Fig. 12). The increase 
of grain size with temperature is illustrated 


PERCENT ELONGATION 


ere TEMPERATURE °C. 
1 + 
| | 


t. | = 


SS eee 


MIERASE GRAIN CAMETER # MHL METERS 


200° 300° 400" 


FIG. 9.— PROPERTIES OF ALLOYS I, 2 AND 3 VS. ANNEALING TEMPERATURES. 


size due to the formation of 10 to 15 per 
cent beta solid solution. The smaller grain 
size of the ordinary manganese alloy is 
due undoubtedly to its iron content, and is 
partly responsible for the greater hardness 
and strength and lower elongation exhibited 
in these results. 

The grain sizes obtained on the electro- 
lytic manganese alloy are shown in Figs. 11 


by Figs. 12 to 15; Fig. 16 shows the beta 
constituent found at 800°C. in this alloy. 


Effect of Variation in Composition 


To determine the effect of small changes 
in chemical composition, a series of six 
alloys was made, varying about 2.5 per cent 
from the nominal 65 per cent copper, 10 per 
cent manganese, and 25 per cent zinc. 
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Microstructures and grain size were also 
studied for annealing temperatures from 
250° to 800°C., to note the recrystallization 


ature limits of the alpha solution area as 
affected by composition. The recrystalliza- 
tion temperatures, grain size, and amount 


200° 


400° 
Fic. 10.—HARDNESS OF ALLOYS I, 2 AND 3 VS. ANNEALING TEMPERATURES. 


100° 


temperatures and also the temperature at 
which the beta phase was introduced. 

While temperatures employed in fabrica- 
tion were low enough to keep the basic alloy 
single phase, annealing-temperature studies 
indicated that the alpha plus beta field 
shifts toward the copper-manganese base 
line with increasing temperature. It was 
desirable therefore to determine the temper- 


S8aNOwVH 173Mx90u 


F20 


of the beta constituent found are presented 
in Table 4, and the shift of the alpha bound- 
ary is graphically represented in Fig. 17. 
In this graph the alpha plus beta boundary 
for copper-zinc alloys was taken from 
published data? and extended to conform 
with the data in Table 4. 


3 References are at the end of the paper. 
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Fics. 11-16.—MICROSTRUCTURES OF 60 PER CENT COLD-WORKED ELECTROLYTIC MANGANESE 
ALLOY HEATED AT INDICATED TEMPERATURES FOR 30 MINUTES. X 150. 

Fig. rr. Annealed at 300°C. Fig. 14. Annealed at 550°C. 

Fig. 12. Annealed at 420°C. Fig. 15. Annealed at 700°C. 

Fig. 13. Annealed at 510°C. Fig. 16. Annealed at 800°C 


J. R. LONG AND T. R. GRAHAM 233 


For aes with less than 4 per cent versely, if the copper content is maintained 
copper the beta constituent will be present at 64 per cent and over, and the working 
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TABLE 4.—Structures and Grain Size Obtained by Heating to Indicated Temperatures 
SPECIMENS OF 60 PER CENT COLD-REDUCED SHEET, HELD AT TEMPERATURE FOR 30 MINUTES 


Alloy2| 250°C. | 300°C. . 1 450°C. | 500°C. 700°C. | 750°C. | 800°C. 
8 5Be 5B 103 20B 25B 50B 90B 
0.010| 0.015 | 0.025 | 0.030 | 0.025 | 0.015 | 0.015 
5 0.010| 0.015 | 0 0.065 5B 20B 50B 50B 
0.045 | 0.035 | 0.030 0.035 
9 Rx O15 0.045 IB 10B 25B 30B 
0.035 | 0.025 | 0.025 | 0.035 
4 O15 0.065 | 0.135 | 0.150 5B 10B 
0.075 | 0.045 
2 .025 0.065 | 0.075 | 0.120 10 
0.065 
7 .O15 0.065 | 0.090 | 0.120 | 0.150 IB 
0.120 
6 .O15 


a Alloy numbers correspond to compositions given in Table 5. 
b CW indicates cold-worked structure; Rx indicates recrystallization begun and not yet complete. Average 


grain diameter in millimeters. 
¢ B with its preceding figure indicates percentage of beta estimated to be present. 


at temperatures above 700°C., and at and annealing temperature * kept below 
800°C. all alloys containing less than 66.5 700°C., the alloys will show only the single- 
per cent copper will contain beta. Con- phase alpha solid solution. The formation 
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TABLE 5.—Effect of Variation in Chemical Composition on Physical Properties of 
0.0625-inch Sheet 


Pe) 


AVERAGE OF THREE SPECIMENS 


60 Per Cent Cold-worked Annealed¢ at 1022°F. 
Chemical Composition, 
Per Cent ‘ 
ae Tensile | Yield Tensile Elonga- 
NES Strength, |Strength, Strength, Hoa: 
Lb. per | Lb. per Lb. per 5 EC os 
Cu Mn Sq. In. | Sq. In. Sq. In. en 
64.0 Te 101,000 | 94,000 .0 63,000 41.5 
: 6s Toiee 96,500 | 91,000 oF 55,000 44 
5 63.45 8.10 101,000 | 88,000 aE 58,000 49 
6 67.0 10.00 99,500 | 97,000 a5 61,000 aoe 
7 65.95 8.10 103,000 | 93,000 9 58,000 4 
8 Ole 10.45 II0,000 | 96,000 Fi} 64,000 41 
9 6Ea7 13.80 105,000 } 98,000 a 64,000 40 


2 60 per cent cold-worked sheet, annealed 30 min. at 1022°F. (550°C.). 


of small amounts of this beta phase does 
not, however, greatly affect the properties, 
as can be seen in Table 5. Prior to the 
cold-working and upon annealing, all 
alloys were heated to 550°C., and alloy 
No. 8 contained about 5 per cent beta 
at this temperature without showing any 
great difference in either the cold-worked 
or annealed properties. Furthermore, as 
will be seen later, the formation of the 
beta phase may be of some assistance in 
the hot-working of the alloys. 

Differences in grain sizes for these 
alloys treated at the same temperatures 
are not excessive for temperatures under 
600°C.; at 650° and 700°C. some irregulari- 
ties are apparent, and it is to be noted that 
the grain size is small in all cases where the 
beta constituent is present but not 
predominant. 

Tensile properties obtained on these 
alloys with varying compositions are 
given in Table 5 for the 60 per cent cold- 
worked and for annealed material. In 
general, the properties vary slightly and, 
as might be expected, the low-copper 
alloys are the strongest while the high- 
copper alloys have the lower strengths. 
The hardness and elongation of the cold- 
worked alloys are reasonably uniform in 
spite of differences in tensile and yield 
strength. In the annealed condition there 
is greater divergence in both hardness and 


elongation. However, the variations in 
composition do not produce great differ- 
ences in properties; therefore close control 
of chemical composition in commercial 
preparation of the alloys will not be 
required other than that necessary to 
avoid introduction of the beta solution 
in material to be severely cold-worked. 


Salt-spray Tests 


The tensile properties of alloys 1, 2, and 3 
after exposure in a salt-spray chamber for 
30 days at room temperature with a 
5 per cent salt solution are given in Table 6. 
The tensile and yield strengths show very 
little change, but the percentage elongation 
suffered considerably. The last column 
of the table gives the loss in elongation 
obtained by comparison of the data with 
the values in Table 2. In general, the 
electrolytic manganese alloy suffered the 
least, the brass most, and the ordinary 
manganese alloy almost as much as the 
brass; that is, the loss in elongation on a 
percentage basis is most severe for the 
brass and the ordinary manganese alloy. 
This can be seen from consideration of 
the relatively high losses that occurred 
in the brass and the relatively low values 
of elongation originally possessed by the 
commercial manganese alloy. In an earlier 
series of tests based on loss in weight of 
samples exposed in the salt-spray chamber 
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for 6 weeks, there was very little or no 
difference between the brass and the 
electrolytic manganese alloy. These results 
indicate that the electrolytic manganese 
alloy is somewhat more resistant to salt- 
spray corrosion than the 70-30 brass. 


TABLE 6.—Tensile Properties of 16-inch 
Sheet after 30 Days Exposure to Salt Spray 
AVERAGE OF THREE SPECIMENS EXCEPT WHEN 


NotTED 
1 
Reduc-| Tensile |_ Yield | Elonga- | Elonga- 
: 4. |Strength,|Strength,| tion tion 
Alloy} Thick- » 
See Lb. per | Lb. per Per De- 
.PY| Sq. In. | Sq. In. | Cent se 
Rolling q . q. : en crease 
| 
1 o 44,500 13,000] 57 18 
20 54,500 44,500 | 22 7 
40 72,500 67,500 5.6 cj 
60 85,500 79,000! 3.5 2.9 
80 100,500 2,000 3.0 0.9 
90 102,500 95,000 3.0 0.2 
2 to) 52,300 20,600 34.5 9.0 
20 65,500 57,000 10.5 2.5 
40 81,500 76,000 ee | 0.9 
60 94,000 89,000 | 3.2 0.3 
80 106,000} 99,000} 3.3 0.2 
90 110,000 | 102,000 | yr 0.8 
3 o | 63,100 37,000 | 24.5% 8.0 
20 77,200 | 73,000] 5-5 L25 
40 94,400 90,000} 2.6 0.9 
60 104,000 | 98,000 | 2.0% 1.0 
80 108,000 | 102,500 Pa | 0.1 
90 | 112,000 | 107,000 2.0. | 0.8 
| / 


¢ Average of two specimens. 


Season Cracking 


Comparisons were made between the 
brass and the electrolytic manganese alloy 
as to susceptibility to season cracking. 
After much experimentation the test 
method settled on consisted of bending 
strips of a standard size to the same deflec- 
tion as a simple beam, immersing them in 
the usual‘:> mercurous nitrate solution, and 
noting the relative time required to produce 
cracking. Little or no differences were noted 
between these alloys in the 60 per cent cold- 
reduced, 20 per cent cold-reduced and the 
annealed conditions. In the course of this 
work it was noted that the 20 per cent cold- 
reduced material of both alloys was most 
susceptible under the conditions of test, 
accordingly several additional tests were 
conducted on material 20 per cent cold- 
reduced and heated to 300° and 350°C. for 


thr. The result indicated that susceptibility 
of the brass was greatly reduced by the 
300°C, treatment and that a 350°C. treat- 
ment was required for the electrolytic 


Acie | 


Fic. 18.—\Cup AND SHELLS DRAWN FROM 
ELECTROLYTIC MANGANESE ALLOY. 
manganese alloy to increase the cracking 
time to that of the brass treated at 300°C. 
From these tests it may be concluded that 
while the manganese alloy is susceptible to 
season cracking it is no more so than 

70-30 brass. 


Deep-drawing Test 


Lack of equipment made it impossible to 
conduct extensive tests on the relative 
deep-drawing characteristics of these alloys 
when actually fabricated into cartridge 
cases. However, one trial of the electrolytic 
manganese alloy was made in which 
o.015-in. sheet was blanked, cupped, and 
drawn into a shell and then headed in a 
manner similar to that used for rim-fired 
cartridge cases. The material was annealed 
prior to the blanking and cupping operation 
and then drawn and headed without any 
further heat-treatment. The test indicated 
that the material is capable of being worked 
in this manner at least as well as 70-30 
brass. The successive stages of this deep- 
drawing test are shown in Fig. 18, which is a 
photograph of the cup, the two stages of 
drawing and the headed shell. 


HotT-ROLLING BEHAVIOR 


No difficulties were encountered in hot- 
rolling either the brass or the manganese 
alloys under the conditions used in the 
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experimental procedure of this investiga- 
tion. However, Wilkins and Bunn,” among 
others, have reported poor hot-working 
characteristics of alpha brasses in the range 
64 to 80 per cent copper and have stated 
that to hot-roll these alloys utmost care 
must be taken to maintain the lead content 
to a trace and that the presence of 0.03 
per cent lead causes these alloys to fail by 
cracking at any hot-working temperature. 
The materials used in preparing these alloys 
contained only spectroscopic amounts of 
lead, and this no doubt accounts for the 
fact that the brass rolled very well in the 
fabrication of the alloys and in subsequent 
tests. Experiments were conducted to com- 
pare the hot-rolling characteristics of the 
lead-free brass and manganese alloys by 
determining the maximum reduction they 
would be capable of withstanding in a 
single pass without the development of sur- 
face or edge cracks. For the purpose, sev- 
eral pieces of alloys 1, 2, and 3, initially 
0.800 in. thick, were heated at 1300°F. for 
1 hr. and individual pieces hot-rolled with 
15, 25, 35, 45 and 65 per cent reduction in 
thickness in a single pass. Each alloy with- 
stood these reductions without the ap- 
pearance of surface or edge cracking. This 
same procedure was also conducted on 
material with an original thickness of 
0.425 in. Again the material withstood 
reductions up to 65 per cent in thickness in a 
single pass without failure of either the 
surfaces or edges; larger reductions were not 
attempted. From these tests it becomes 
apparent that no difficulty would be en- 
countered in commercial processing of the 
alloys by hot-rolling. 

Since fired small-arms cases eventually 
will find their way into brass production 
and may produce ingots containing 0.007 
per cent antimony and 0.07 per cent lead, 
and Hull, Silliman, and Palmer® have dis- 
cussed the deleterious effects of these 
elements singly and together on the hot- 
working characteristics of brass, these 
studies were expanded subsequently to 
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include the effects of additions of lead and 
antimony to the alloys. 

To observe these effects, alloys cast into 
tapered slab ingots were very carefully 
reduced by hot-rolling to a uniform thick- 
ness of 1 in., using small reductions 
(0.035 in. per pass) and numerous passes 
and returning the slabs to the furnace for a 
15-min. period between passes. After the 
slabs were reduced to 1 in., they were given 
a minimum of 30 min. at the prescribed 
rolling temperature. Each slab was then 
rolled to give a reduction of 3314 per cent 
in a single pass. The ability of the individual 
slabs to withstand this procedure without 
the development of surface or edge cracks 
was used as an index for satisfactory hot- 
rolling behavior. For the sake of simplicity, 
alloys containing ordinary manganese were 
omitted from this series. The percentages of 
lead and antimony as given are the amounts 
added and, considering the purity of the 
raw materials used, they are sufficiently 
accurate for the purpose. The results ob- 
tained on 16 heats of the cartridge brass and 
33 heats of electrolytic manganese alloy 
are summarized below: 

1. The manganese alloy containing lead 
could be successfully hot-rolled at 1500°F. 
with o.14 per cent lead. As the rolling tem- 
perature was decreased the lead tolerance 
of the alloy also decreased and showed a 
limit of 0.07 per cent at 1400°F. and 0.04 per 
cent at 1300°F. 

2. The manganese alloy containing 0.01 
per cent antimony rolled satisfactorily at 
1300°F.; higher percentages of antimony 
were not tested. 

3. With antimony and lead together, 
hot-rolling was successful with a manganese 
alloy containing 0.10 per cent lead and 0.01 
per cent antimony at a temperature of 
r500°F. At r1400°F. this composition 
showed moderate general failure; at 1300°F. 
an addition of 0.05 per cent lead and 0.005 
antimony was sufficient to produce moder- 
ate general failure, although at 1500°F. it 
could be rolled successfully. 


: 
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4. The practical limit of lead in 70-30 
brass was 0.02 per cent at a rolling tempera- 
ture of 1450°F. 

5. At 1450°F. it was possible to roll 70-30 
brass with o.or per cent antimony; higher 
percentages of this element were not tested. 

6. Cartridge-case brass hot-rolled at 
1450°F. and containing 0.05 lead and 0.005 
per cent antimony showed moderate general 
failure; the addition of o.1 lead and 0.01 


_-antimony showed severe general failure. 


It is obvious that the manganese alloy 
can be hot-rolled with much higher lead 
contents than the brass, and that this 
tolerance for lead increases as the rolling 
temperature is increased. It is also evident 
that antimony present with the lead is less 
harmful to the hot-rolling behavior of this 
alloy. These factors will become more im- 
portant as scrap contaminated with lead 
and antimony becomes more prevalent. The 
only immediate explanation available for 
the higher tolerance for these impurities is 
based on the ro to 15 per cent beta phase 
known to be present in the alloy at these 
rolling temperatures. Wilkin and Bunn, 
among others, have suggested that the beta 
phase is capable of dissolving up to 1 per 
cent lead, and that this is the reason that 
alpha plus beta alloys containing lead may 
be successfully hot-worked. 


SUMMARY 


1. The physical properties of the alloy 
containing 65 per cent copper, Io man- 
ganese, 25 zinc, made with electrolytic 
manganese are intermediate between those 
of the alloy made with ordinary manganese 
and the properties of 70-30 brass. 

2. Upon exposure for 30 days in salt- 
spray chamber the electrolytic manganese 
alloy suffers the least loss in percentage 
elongation. 

3. The rate of grain growth of the elec- 
trolytic manganese alloy is less than that of 
brass; its grain size is slightly more than 
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half that for brass annealed at the same 
temperatures. The ordinary manganese 
alloy shows an extremely fine grain size, 
which is attributed to the iron introduced 
with the manganese. 

4. Variations of 2.5 per cent from the 
nominal composition of the electrolytic 
manganese alloy show definite but not 
extreme changes in physical properties. 

5. The alpha boundary of alloys in this 
region of the copper-manganese-zinc sys- 
tem has been established. Isotherms of 
the boundary almost parallel the constant 
copper-concentration lines of the diagram 
and shift toward the copper corner with 
increasing temperature. 

6. The alloy is subject to season cracking 
but no more so than the 70-30 brass. 

7. The alloy was processed into a rim- 
fired cartridge case without intermediate 
annealing, using punches and dies normally 
employed for brass. 

8. The tolerances of ithe alloy for lead 
in hot-rolling is greater than that of 
brass; the alloy containing 0.14 per cent 
lead may be successfully hot-rolled at 
1500°F. compared with a limit of 0.02 per 
cent lead for the brass at 1450°F. 

9. Lead and antimony together are 
more injurious to the hot-rolling char- 
acteristics of 70-30 brass than to those of 
the manganese alloy; alloys containing 
as much as o.1 per cent lead and 0.01 anti- 
mony can be readily rolled at 1 500°F. 
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DISCUSSION 
(C. L. Mantell presiding) 


F. M. Watters, Jr.,* Washington, D. C.— 
What is the Young’s modulus for your 1o per 
cent manganese alloys in comparison with the 
70-30 brass? 


J. R. Lone.—I am sorry that I do not have 
the actual figures at hand, but it is in the same 
general range. We do not have extensometers 
required for an accurate determination of 
modulus and the values obtained varied 
considerably. Our results ranged from 13 to 
17 X 108 lb. per sq. in. with similar values for 
the 70-30 brass. We thought the data a bit too 
variable to include here. 


A. A. Bates,{ East Pittsburgh, Pa.—In 
the section in which you compared the three 
alloys, one sees as the only apparent difference 
that of 0.25 per cent of iron. In the curves 
that compare the three alloys, it seems that 
the addition of 10 per cent of manganese gives 
a certain effect with regard to elongation, or 
hardness, or whatever criterion you may choose. 
The addition of about 0.25 per cent of iron 
practically doubles that effect. That seems 
rather strange. I should like to know whether 
there is an explanation for it—or is there a 
mysterious virtue of electrolytic manganese 
that brings that about? 


J. R. Lonc.—It is perhaps a mysterious 
attribute of the ordinary manganese that 
brings it about. We believe that the differences 
are largely due to the differences between the 
two raw materials. 


A. A. Batrs.—Differences other than the 
iron that is shown? 


J. R. Lonc.—Yes, the differences in the iron 
content shown and _ differences of silicon 
content that are not shown. In other words, 
analyses show silicon ‘ Nil,” meaning under 
0.05; the other alloys also showed silicon 
under 0.05, so that while there is no apparent 
difference an actual difference can exist. 


* Naval 
Station. 
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A. A. Bates.—How about differences in 
such elements as hydrogen, oxygen, and so 
forth? Do you expect anything there? 


J. R. Lonc.—Nitrogen might have a 
decided effect. Some of the other work we 
have done shows it has a powerful effect. I 
would hesitate at this time to attribute these 
differences, however, to nitrogen alone. I 
would prefer to attribute it to the impurities 
as a whole rather than to any one. 


MemBer.—Was there a difference in the 
aluminum content of the two supplies of 
manganese? 


J. R. Lonc.—There is a difference in the 
aluminum content of two raw materials. 
This is what I was going to say before. The 
ordinary manganese, of course, is more impure 
than the electrolytic manganese and contains 
iron, silicon and aluminum and carbon. The 
only one that showed up in these analyses 
was the iron. I would hesitate to blame it all 
on the iron, although a good part of it may be 
due to it. 

As far as the aluminum content of the 
finished alloys is concerned, they were all 
under 0.025. We used some aluminum as a 
deoxidant for the alloys, but they were all 
under 0.025 in the finish. 


A. A. Bates.—In view of the relative 
similarity of the iron and manganese atoms, 
it seems rather startling to say that 25 per cent 
iron is making all that vast difference on 
top of the 1o per cent of manganese. 


J. R. Lonc.—If you blame it partly on the 
grain size and admit that the iron is partly 
controlling grain size, I think you can come 
fairly close to the answer. The iron is not 
particularly soluble in the alloy, whereas 
the manganese is. That is another point of 
difference. 


C. O. TxuiemeE,* Chicago, Ill.—You men- 
tioned that silicon was present on the order 
of 0.05 to 0.5 per cent. Is that correct? 


J. R. Lonc.—Not quite. Let me say that 
0.05 is a maximum. It was not present in 
excess of that. 


* Works Manager, H. Kramer and Company. 
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DISCUSSION 


C. O. THteme.—You mentioned that there 


was 0.025 maximum aluminum. One of the 


major differences between electrolytic and 
ferro grades of manganese is sulphur. A com- 


_ plete analysis—unless you are order bound or 
cannot give the information on account of 


: 


i. 
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war conditions—will probably show the 
reason for the great difference in the two grades 
of manganese, will it not? 


J. R. Lone.—Such analytical information 


as we have has not -been too satisfactory. 


Determination of manganese in this alloy 
is not simple. Determination of aluminum, 
lead, and carbon have not been very con- 
sistent. The chemical laboratory has worked 
rather hard at it, but I think it has been too 


- rushed with a number of other things to really 


* 


give it the attention required. 
I am not trying to say that you cannot get 


sufficiently important to make a great effort 
to get them, which would have been necessary 
‘in order to get the information you are asking 
for. 
We have attached no importance to the 
0.02 per cent sulphur in the manganese and 
we have attached no importance to the 
aluminum content. We have added aluminum 
in deoxidizing the alloys and were satisfied 
when the laboratory reported under 0.025. 
Likewise, on the lead the information 
reported in the paper is on the basis of added 
lead rather than as analyzed. It is very difficult 
to separate lead and manganese in the analyti- 
cal procedures and the results that we have 
obtained on the procedures used have not been 
entirely satisfactory. In other words, I cannot 


239 


give you the information you ask for because 
our analytical work was not carried to that 
extent. We did not feel it was necessary to 
justify the work it would entail. 


C. O. Tureme.—The reason I bring those 
questions up is simply because of the fact 
that in rolling-mill practice it has been my 
understanding that a very small percentage of 
impurities affects the properties of 70-30 brass. 
We also know that in the manufacture of 
high-strength casting alloys—that is, a high- 
strength manganese bronze—we have been 
able to secure higher elongations by using 
electrolytic manganese. 

I call your attention to the fact that these 
small amounts of impurities are important 
and the additive effect must not be overlooked. 


J. R. Lonc.—The points raised by Mr. 
Bates and Mr. Thieme concerning the effect 
of the impurities in the ordinary manganese 
may perhaps best be answered by the state- 
ment that we believe that the differences 
noted between the alloy made with electrolytic 
manganese and that made with ordinary 
manganese are due entirely to the impurities 
present in the ordinary manganese. These 
same differences have also been observed in 
other alloys that we have examined and we 
believe them to be due largely to iron and 
silicon, most likely affecting the properties 
through a control of the grain size of the alloy. 
The ordinary manganese is also contaminated 
by oxides and nitrides and these may play an 
additional part, but since we have few experi- 
mental data concerning them we cannot say 
much about them at this time. 


The Constitution of the Lead-antimony and Lead-antimony- 
silver Systems 


By B. BLUMENTHAL* 


(Chicago Meeting, October 1943) 


Tue LEAD-ANTIMONY SYSTEM 


THE present investigation was planned 
as a survey of the lead-rich portion of the 
ternary lead-antimony-silver system by 
thermal analysis. Since, however, a rigorous 
application of the conventional thermal 
analytical method is time consuming, an 
attempt was made to speed up the in- 
vestigation by reducing the time required 
for a single thermal analysis. This was 
done by increasing the rate of cooling to 
12° to 18°C. per minute. Since such a rate 
does not permit even an approach to 
equilibrium conditions, the melt was stirred 
vigorously by a stirrer operating at the high 
rate of 665 r.p.m. This proved to be effec- 
tive in obtaining cooling curves with dis- 
tinct points of arrest and of excellent 
reproducibility, which satisfactorily com- 
‘pare with those obtained at a rate of 1° to 
2°C. per min. with or without slow stirring 
(Fig. 1). 

By this method the lead-rich end of the 
lead-antimony system and a series of ter- 
nary alloys in sections parallel to the lead- 
antimony side of the ternary system-were 
investigated and it was observed that the 
two branches of the liquidus curve of 
the binary alloys did not intersect at the 
eutectic temperature. An equivalent effeet 
was observed in the ternary system. 

The eutectic temperature of the binary 
lead-antimony system was found to be 
252.0°C., which confirms the recent in- 


Manuscript received at the office of the 
Institute July 6, 1943. Issued as T.P. 1634 in 
METALS TECHNOLOGY, September 1943. 
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vestigation by Pellini and Rhines,! who 
determined the eutectic temperature to be 
are Ce 

The observation that the curves of pri- 
mary crystallization of the lead-antimony 
system do not intersect at the eutectic 
temperature was previously made by 
Dean.? Dean explains the phenomenon by 
assuming the existence of a compound 
SbsPb. He felt that supercooling was not the 
cause of the phenomena because he was un- 
able to influence them by inoculation. 

The X-ray investigation by Solomon and 
Morris-Jones,? the metallographic inves- 
tigations by Stead,* Charpy,® Gontermann,® 
and Dean, Zickrick and Nix,’ and the 
numerous investigations of physical prop- 
erties, definitely disprove the occurrence 
of any compound. 

The work of Dean was not confirmed by 
Broniewski and Sliwoski,® whose experi- 
ments did not show any irregularity and 
who report a eutectic composition of 13 
per cent antimony and a eutectic tem- 
perature of 250° to 252°C. at a rate of 
cooling of about 6°C. per min. Abel, 
Redlich and Adler® then report a eutectic 
composition of 12.1 per cent upon review- 


ing the previous publications and adding 


a few of their own cooling curves. In 1934 
Quadrat and Jitisté!? found from careful 
analyses of the bottom portion of slowly 
cooled hypereutectic melts that the eutectic 
contains only 11.4 to 11.5 per cent anti- 
mony. (Previous analyses by Stead‘ in 
1891 gave 13 per cent.) Weaver,!! however, 
reported in 1935 that cooling curves indi- 


1 References are at the end of the paper. 


240 


—_— 


r. Wie 


} ‘ 


1 


7 


all 


” 


rd 


ce 


~ 


+. 


rae 


© 

" 
Mi 

» 


; 


B. BLUMENTHAL 241 


cated the eutectic composition as being 
nearer 12.7 per cent than 13 per cent, 
without giving any experimental data. 
In 1939 Seltz and DeWitt!? determined the 
eutectic composition to be 12.1 per cent. 
All these discrepancies apparently are 
accentuated by stirring and cooling rates, 
and it was suspected that they are produced 
by supercooling. It was felt that an in- 
vestigation of the effect of stirring and rate 


.of cooling on the crystallization tempera- 


tures would solve the problem. 


Methods 


The alloys were made from Perth Amboy 
refined lead and pure antimony. Some 
alloys were prepared from lead and anti- 
mony of high purity: the lead containing 
as only impurities, bismuth 0.0002 per 
cent, copper 0.ooo1 per cent; the antimony, 


_ only lead <o.oo05 per cent. The alloys 


were prepared in clay-graphite crucibles, 
or in a Pyrex beaker over a gas burner by 
melting the lead and dissolving the anti- 
mony at about 400° to 500°C. At first no 
flux was used. This is entirely satisfactory 
for alloys up to 1o per cent antimony, since 
with skillful operation the loss of antimony 
due to oxidation is negligible. The loss by 
oxidation in preparing alloys with more 
than 10 per cent antimony was about 
0.1 to 0.2 per cent. The high-purity alloys 
were prepared under a cover of high-flash- 
point tempering oil without loss of anti- 
mony due to oxidation. 

The rapid rate of cooling of 12° to 18°C. 
per min. was obtained by placing a small 
clay-graphite crucible containing about 
soo grams of molten metal in a larger 
crucible, which was preheated to 12 Cid ORs 
and covering each crucible with asbestos 
sheet. A medium rate of cooling of about 
5°C. per min. was obtained by filling the 
space between the two crucibles with 
infusorial earth and preheating both the 
outer crucible and the insulating material 
to 125°C. The slowest rate of cooling was 
obtained by placing a 5o0-c.c. Pyrex beaker 


containing 300 grams of metal in a large 
graphite crucible, then putting both in a 


TABLE 1.—Results of Thermal Analyses of 
Lead-antimony Alloys at Various Rates of 


Cooling 
Anti- | Rate of eS as 
: SAGA A - Hutectic 
No. Gonient! Beging® Grade>| pera- Tem- 
Per Cent| per Min. Sure, perature 
’ Deg. C 


F-846 3.15 1.6 H.P. | 304.5 | (243.5) 
F-774 5.0 18.0 R 2902.4 | (247.2)¢ 
F-845 6.3 0.9 HP. 283.9 | N.D/ 
F-845 6.3 0. 8 HP 285.9 | N.D. 
F-845 6.3 0.6¢ H.P 285.4 N.D. 
F-819 9.1 1.6 R 265.6 | 252.1 
F-756 9.8 13.8 R 259.4 | 251.8 
F-852 10.1 I.0 EP: 2590.1 | 251.7 
F-812 10.9 12.6 R 252.6 = 
HYPEREUTECTIC ALLOYS RAPIDLY COOLED 
F-813 11.8 I2a7 R 252.3 
F-814 ba A | 12.7 R 256.4 | 252.3 
F-815 T2i5 13.8 a 264.3 } 251.7 
F-816 rs 3 I5.0 R 283.8 | 252.5 
F-853 15.5 14.1 R 282-2 | 251.3 
F-855 TS.5 13.6 R 284.5 | 252.8 


Hypereutectic ALLoys CooLeD aT MEDIUM RATE 


F-814 ia: 7 S.2 R 259.5 252.3 
Hyperevutectic ALLoys SLowL_y CooLEeD 
F-849 12.6 1 a HP 259.6 | 252.0 
F-818 bt | i23 R 262.4 | 251.1 
F-848 33°93 I.0 H.-P. 270.5 N.D 
F-820 13.5 1.6 R ZIOot e251. 7 
F-847 T5303 I.4 HP: 286.0 | 251.1 
F-847 15.3 I.0 HP: 285.4 N. 
F-847 15.3 0.7° H.P. 286.3 N.D 
F-847 {523 I.5¢ PY N.D. 253.0 
F-847 L5e3 I.5¢ HPs 289.5 N.D 
F-853 525 0.9 R 291.0 N.D 
pos Se ie ee ee ee 
NONSTIRRED ALLOYS ; 
ee Ae 8 eS ee a ee SS 
F-756 9.8 T7 st R 250.7 W241 
F-754 14.5 I5.4 R 258.1 | 2490.3 
F-753 15.5 14.5 R 269.6 | 249.3 


Ee ee SSS SS eS 

« Taken from the slope of the cooling curve shortly 
before reaching the liquidus temperature. 

>H.P., alloys of high purity; R, alloys of regular 
purity. ; 
¢ Rate of heating. ee 

4 Small effect due to incomplete equilibrium. 

¢ Since most of the alloy is solid at this temperature 
the melt could not be stirred. 

J N.D., not determined. 


well-insulated electric pot- furnace with all 


interspaces filled with infusorial earth and 
covering the furnace carefully with an 


242 


asbestos sheet. The melt was covered with 
high-flash-point oil. Unless otherwise noted 
all melts were vigorously stirred by an 
electrically driven Pyrex stirrer at 665 
revolutions per minute. 


109% 
High rate 


eS 
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tained the equilibrium temperature of the 
melt did not introduce an error, some 
temperature measurements were made by 
means of an unprotected Chromel-Alumel 
thermocouple and a potentiometer. The 


15.3% Sb 
Slow rate 


18.3 % 


Fic. 1.—CooLInc CURVES OF LEAD-ANTIMONY ALLOYS. 


340 


320 — 


Temperature , deg.C. 


The temperatures were measured by a 
gas-filled mercury thermometer calibrated 
under the conditions of the experiments 
against the melting points of Perth Amboy 
lead and pure tin with the accepted melting 
temperatures of 327°C. and 232°C., re- 
spectively. To make sure that the time 
that elapsed before the thermometer at- 


10 12 
Antimony, weight per cent 


Fic. 2.—LIQUIDUS AND EUTECTIC TEMPERATURES OF LEAD-ANTIMONY ALLOYS FOR VARIOUS CON- 
DITIONS. 


results of these measurements were the 
same as those obtained by the mercury 
thermometer within the error of the experi- 
ment. Readings were made in intervals of 
Io sec. at rapid cooling or r min. at slow 
cooling. The error of the single temperature 
measurement was within +0/5°C. The 
liquidus and eutectic temperatures are 


eo eae 
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considered to be correct within +1°C. 
Most of the specimens were analyzed. 
Their composition is correct’ within +o0.1 
per cent. 

Typical cooling curves at various rates 
are shown in Fig. 1. 


Data 


The results of the thermal analyses for 
various conditions are shown in Table 1 


» and Fig. 2. 


\ 


y- 


4 
po? 


‘a 
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The rate of cooling has no influence on 
the liquidus temperatures of the primary 
lead crystallization. The points of all alloys 
except the points of the nonstirred alloys 
are found on a straight line.* 

The picture is different on the side of the 
primary antimony crystallization. Here, 
the liquidus temperatures are higher the 
lower the cooling rate, and the liquidus 


- temperatures are lowest, if the melts are 


not stirred. Apparently, the true liquidus 
temperatures were never reached. 

The eutectic temperature is 252.0°C., 
which is the average of all experiments in 
which the nielt could be stirred at the 
eutectic temperature. Nonstirred alloys 
show the lower eutectic temperatures as 
reported by previous investigators. The 
temperature of 252.0°C. may be regarded 
as the true eutectic temperature, since 
variation of the cooling rate does not affect 
it if the melt is stirred. 

As it is well known that antimony metal 
is susceptible to supercooling, the phe- 
nomena observed apparently are super- 


cooling phenomena. Vigorous stirring and 


a slow rate of cooling are not sufficient to 
completely counteract the tendency to 
supercool. It is surprising that even inocula- 
tion of a nonstirred melt such as attempted 
by Dean has no influence. 


* The linear function: # = —675.6 x +327, 
in which ¢ is the temperature in degrees Centi- 
grade and x the antimony content in weight 
per cent, represents the results extremely well. 
This also covers the alloys of low antimony 
concentration investigated by Heycock and 
Neville.17 
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The results of a few heating curves are 
included in Table 1. The temperatures 
obtained from the heating curves are about 
1° to 2° higher than those obtained from the 
cooling curves. Since the accuracy of these 
experiments was somewhat less on heating 
than on cooling, less weight is attached to 
the results of the heating curves than to 
those of the cooling curves. 

As the gap between the liquidus curves is 
still o.5 per cent even if the melts are 
vigorously stirred and slowly cooled, it 
must be concluded that the true eutectic 
point is found at the intersection of the 
liquidus curve of the primary lead crystal- 
lization with the eutectic temperature of 
252.0°C. This point is‘at 11.1 per cent 
antimony. 

If only the alloys up to 11.1 per cent 
antimony are considered, the curve of 
primary lead crystallization as given in 
Fig. 2 is in close agreement with the results 
of most of the previous investiga- 
tors.?:8.13-15,17 This is shown in Fig. 3, 
which also contains the solidus curve by 
Pellini and Rhines! and the boundary of the 
alpha solid solution by Obinata and 
Schmid.'® 

Since the apparent temperature of the 
primary antimony crystallization depends 
on the rate of cooling, it is possible to 
extrapolate the data graphically for various 
rates of cooling at constant concentration 
to infinitely slow cooling and thus ap- 
proximately determine the true tempera- 
ture of primary crystallization for each 
concentration. The curve of the primary 
antimony crystallization in Fig. 3 is the 
result of this extrapolation to infinitely 
slow cooling (see Table 2). 


Effect at Initial Stage 
of Eutectic Crystallization 


The beginning of crystallization of the 
lead-antimony eutectic is accompanied in 
a number of cases by a special effect. As the 
temperature of the -melt decreases the 
crystallization starts at the anticipated 
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eutectic temperature (point A in Fig. 1) 
but soon stops (point B). Subsequently, the 
melt continues to cool and supercool to 
point C and then the eutectic crystallizes 
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both rates are extremely small. Some 
nuclei are already present when the eutectic 
temperature is reached. These nuclei grow 
slowly, producing a small thermal effect, 
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Antimony, weight per cent 
Fic. 3.— CONSTITUTIONAL DIAGRAM OF LEAD-RICH LEAD-ANTIMONY ALLOYS. 


in the way usually observed on supercooled 
melts. The temperature shoots up (to 
point D) until heat equilibrium is reached. 


TABLE 2.—Liquidus Temperatures of Some 
Hypereutectic Lead-antimony Alloys 


VALUES EXTRAPOLATED TO INFINITELY SLOW 
COOLING 


ANTIMONY CONTENT, LiquiIpuUS 
WEIGHT, PER CENT ‘TEMPERATURE, DEG. C. 
ree 
13.5 ‘ PyzsTe 
15.3 286.5 
15.5 292 


‘The effect (4-B) that takes place 
preliminary to supercooling at the initial 
stage of the eutectic crystallization occurs 
on melts of high as well as regular purity, 
on hypoeutectic and hypereutectic alloys, 
and was observed at all rates of cooling in 
stirred alloys regardless of the methods of 
temperature measurement. 

The effect may be explained in terms of 
rate of nucleation and rate of growth. It is 
assumed that at the eutectic temperature 


which, however, is not great enough to 
compensate for the heat loss of the total 
system. Since the rate of nucleation is 
small, crystallization of the melt and libera- 
tion of the latent heat depends entirely on 
the slow growth of the few nuclei originally 
present in the melt. This will continue 
until the temperature of the melt is low 
enough to ensure the formation of a sizable 
number of nuclei, which then bring about 
the regular eutectic crystallization. 


THE LEAD-ANTIMONY-SILVER SYSTEM 


The constitution of the lead-antimony- 
silver system has not been previously 
investigated. The only publication is by 
Guertler,!® who predicts the existence of a 
quasibinary system between lead and the 
compound AgsSb. Since, however, two of 
the boundary systems (Pb-Sb and Pb-Ag) 
are eutectiferous and the third one (Ag-Sb) 
forms two peritectics and one eutectic, it 
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binary alloys.!®° The lead-rich end of the 
lead-antimony system was changed accord- 


was suspected that the liquidus surface of 
the ternary system has two transition 


Temperature, deg.C. 
id nN ind 
§ fon) 


N 
nN 
i=) 


Antimony, per cent 


Fic. 5.—SECTION AT 0.4 PER CENT SILVER RARALLEL LEAD-ANTIMONY. 
Dotted lines indicate result of supercooling. 


points in addition to a eutectic one. The 
scheme of such a system is shown in Fig. 4. 
The three boundary systems were taken 
from Hansen’s book on the constitution of 


ing to the results of the first section of this 
paper. 

The lead-rich corner of the system was 
investigated by the rapid thermal analysis 
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described above. The rate of cooling was 
12° to 18°C. per min. and the rate of stirring 
625 r.p.m. The alloys were prepared from 


TaBLE 3.—Results of Thermal Analysis of 
Lead-antimony-silver Alloys at High Rate of 


Cooling 

_ | Compasition, |7 iquidus| Inter- | Solidus 
Speci- Tem- | mediate| Tem- 
Gt perature,| Arrest, |perature, 

: Pb Deg. C. | Deg. C. | Deg. C. 
F-768 jo.4 .6 | 289.9 239.72 
F-807 |0.4 Gt 277 53 243.2% 
F-762 |0.4 -6 | 256.6 248.3 244.2 
F-808 jo.4 .6 | 250.6 249.6 244.2 
F-804 |0.4 -6 | 248.32 uke 

stine 
F-805 |0.4 .6 | 265.52 | 248.6 hte 
stinct 

F-806 Jo. 4 -6 | 281.82 | 248.4 242.2 
F-769 jo.8 22 4 286.3 254.3 240.5% 
F-809 |0.8 eel re ee) 250.3 241.1% 
F-763 |0.8 12) | 254.03 245.2 243.7% 
F-810 {0.8 -2 | 248.3 246.2 244.2 
F-786 |0.8 .2 | 246.24 244.2 
F-787 0.8 -2 | 261.5¢ | 247.2 245.0 
F-788 |0.8 -2 | 278.9% | 247.2 245.0 
F-789 ]0.8 2 | 295.29 | 247.2 244.7 
F-831 |2.0 .0 | 201.9 239.32 
F-772 |2.0 0 | 287-3 281.2 240.14 
F-832 |2.0 .O 1 284.2 276.5 241.5% 
F-790 }2.0 Oo 273 6 268.6 241.14 
F-791 |2.0 20) | 276.2 264.5 241.5% 
F-792 |2.0 ON 2773 259.2 243.3% 
F-833 |2.0 .O | 276.2 259.0 243.22 
F-834 |2.0 .0 | 274.9 252.8 245.2 
F-758 |2.0 VON 233 244.7 
F-779 |2.0 20) I) 265.3 258.7 244.4 
F-790 |2.0 .O | 270.8% | 264.5 244.4 
F-781 |2.0 -0 | 289.1¢ | 268.9 244.7 
F-803 }3.0 2001-325. 28 301 
F-802 |3.0 10° | 32754 207.2 237.12 
F-801 |3.0 107), 326.4 202.9 238.62 
F-707 |3.0 -O | 322.9 288.4 239.9% 
F-835 |3.0 JOM 324.5 288.9 240.12 
F-773 |3.0 Of 334.7 282.8 240.12 
F-796 |3.0 10 5322.4 277.8 240.9% 
F-799 |3.0 .O | 320.8 272.6 241.62 
F-795 |3.0 O01 32738 266.8 242.0% 
F-798 |3.0 .O | 314.2 261.2 243.32 
F-759 |3.0 JOU, 307. 2 254.3 244.24 
F-782 |3.0 -0 | 306.6 259.7? | 244.8 
F-783 |3.0 -O | 303.1 256.7% | 244.8 
F-784 |3.0 -O | 207.8 272.2% | 244.7 
F-785 |3.0 02) 201.0 288.3 244.8 
F-811 |3.0 -O0 | 299.2% | 294.1 244.7 
F-770 |1.2 8 | 283.7 a73.¥ 240.22 
F-771 |1.6 <A | B8O.E 278.4 240.1¢ 
F-777 |4.0 +O | 345.4 284.7 239.7% 
F-765 |1.15 -85) 252-1 244. 
F-766 |1.4 «Gi le 250), 2 240.2 oats 
F-767 |1.6 -4 | 256.8 252.2 244.2 
F-761 |4.0 .O | 337.8 ‘| 255.8 | 244.2 


« Supercooled, 


Perth Amboy lead, fine silver and pure 
antimony in clay-graphite crucibles by 
melting the lead, dissolving the silver in 
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the lead and then adding the antimony. 
Enough analyses were made to confirm the 


nominal composition of the alloys within - 


+o.2 per cent. The thermometric tem- 
perature measurements were correct within 
ae 


A / 
TABLE 4.—Location and Temperatures of 


the Eutectic and Transition Curves in the 


Lead-antimony-silver System 


Composition, Per Cent 


Curve or Temperature, 
Point Deg. C. 
Ag Sb Pb 
FE (a) BEAT 88.9 252.0 
0.4 Eo ey 88.4 249 
0.8 II.3 87.9 247 
GE 3.0 18.4 78.6 290 
2.0 I5.0 83.0 262 
1.8 14.0 84.2 250 
I.4 I2.0 86.6 249 
HE PRS ° O7nw 304 
r27 5.0 93.3 279 
I.5 10.0 88.5 250 
NBs 3-0 10.0 87.0 307, 
2.0 7.0 91.0 277 
II. 3.0 4.0 93.0 324 
E ie rr 7.2 244.7 
T’e 1th 6.0 92.3 272 
Te 225 rs§ 96.4 207 


2 Approximate data. 
> Estimated. 


Data 


The following sections through 
ternary system were investigated: 


1. Section at o.4 per cent Ag parallel Pb-Sb. 
2. Section at o.8 per cent Ag parallel Pb-Sb. 
3. Section at 2.0 per cent Ag parallel Pb-Sb. 
4. Section at 3.0 per cent Ag parallel Pb-Sb. 
5. Section at 5.0 per cent Sb parallel Pb-Ag. 
6. Section at 10.0 per cent Sb parallel Pb-Ag. 


The results of the thermal analyses are 
shown in Figs. 5 to 10 and Tables 3 and 4. 
The system follows the general pattern 
shown in Fig. 4. ‘ 

The same supercooling phenomena with 
respect to the antimony crystallization that 
were observed in the binary’ system were 
also found in the ternary system. Super- 
cooling takes place first at the primary 
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antimony crystallization, second at the 
secondary antimony crystallization if no 
primary antimony crystallization is preced- 
ing, third at the eutectic crystallization if 


rature, deg. C 


ined 
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result of supercooling, are denoted by 
dotting. : 

The liquidus surface of the lead-rich 
corner of the system is shown in Fig. 11. 


Ft 


LY” Liquid +S 


16 18 20 


Antimony, per cent 


Fic. 6.—SECTION AT 0.8 PER CENT SILVER PARALLEL LEAD-ANTIMONY. 
Dotted lines indicate result of supercooling. 


no primary or secondary antimony cry- 
stallization is preceding or if the amount of 
eutectic in the alloy is so small that the 
partly frozen melt cannot be stirred. Also, 


ature , deg.C. 


nN 


Temper 


The eutectic (point E) consisting of lead, 
antimony and ¢’ solid solutions contains 
11.4 per cent Sb, 1.4 per cent Ag and 87.2 
per cent Pb; it freezes at '244.7°C. Primary 


Antimony, per cent 


Fic. 7.—SECTION AT 2.0 PER CENT SILVER PARALLEL LEAD-ANTIMONY. 
Dotted lines indicate result of supercooling. 


the delaying effect observed at the initial 
stage of the eutectic crystallization of the 
lead-antimony alloys was found in the 
ternary system. The temperature-concen- 
tration curves in Figs. 5 to 9, which are the 


crystallization of lead solid solution takes 
place in field PbFET'THPb. Primary 
antimony solid solution crystallizes above 
FEG. The curves JT: and TH limit the . 
primary crystallization of the silver solid 
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Antimony, per cent 


Fic. 8.—SECTION AT 3.0 PER CENT SILVER PARALLEL LEAD-ANTIMONY. 
Dotted lines indicate result of supercooling. 
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Silver, per cent 
FIG. 9.—SECTION AT 5.0 PER CENT’ ANTIMONY 
_ PARALLEL LEAD-SILVER. 
Dotted lines indicate result of supercooling. 


le AR rE 
Silver, per cent 


Fic. 10.—SECTION AT 10.0 PER CENT ANTIMONY 
PARALLEL LEAD-SILVER. 
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- solution. The boundary of the primary 


- 


- 


crystallization of the e phase is J7’7TJ and 
that of the e’ phase is GET’I. At the 
secondary eutectic crystallization along the 
curve HE the lead and silver . phases 
crystallize in section HT, the lead and e¢ 
phases in section TT’ and the lead and ¢’ 
phases in section 7’E. 
The invariant equilibrium 


r Liq. te ee’ + Pb 
occurs at the temperature 7’. Another 
invariant equilibrium 


Liq. + Ag @e+ Pb 


was assumed to exist at the temperature 7’. 
Both reactions are suppressed by the 

. great rate of cooling employed and no 
thermal arrests related to these reactions 


~~ are found on the cooling curves; therefore 


Ps 


a 


location and temperature of the transition 


point 7’ were determined by the intersec- 
tion of the curve JT’ with the secondary 
eutectic curve HE. The composition of the 
alloy 7’ is approximately 6.0 per cent Sb, 
1.7 per cent Ag and 92.3 per cent Pb. 
The transition temperature is about 272°C. 
Location and temperature of point T could 


3 


ig 


rae We Da 4 oe 


- only be estimated since only one point of 


the curve JT was determined. They should 
be close to 1.5 per cent Sb, 2.1 per cent Ag, 
96.4 per cent Pb and 297°C. 


SUMMARY 


The crystallization temperatures of the 
lead-rich lead-antimony alloys were re- 
determined by thermal analysis at various 
rates of cooling by experiments in which 
the melts were vigorously stirred. e 

The eutectic temperature was found to 
be 252.0°C.; the eutectic composition 
r1.1 per cent Sb and 88.9 per cent Phe 

The liquidus temperatures of the hypo- 


eutectic alloys are not affected by the rate 


of cooling. The hypereutectic alloys super- 


cool readily, depending on the rate of 
_ .cooling. The supercooling effect is partially 


removed by vigorous stirring at a slow 
rate of cooling. 

A new effect observed on cooling curves 
at the initial stage of the eutectic crystal- 


Silver, per cent 
Fic. 11.—LiguiIpDUS SURFACE. 


lization is described and explained by 
coincidence of a slow rate of nucleation and 
slow rate of growth. 

The liquidus surface of the lead- 
antimony-silver system in the neighbor- 
hood of the lead-rich lead-antimony alloys 
has been determined. 

The system has a ternary eutectic of 
11.4 per cent Sb, 1.4 per cent Ag and 87.2, 
per cent Pb at 244.7 + 0.5°C. 

The invariant equilibrium 


Lig. + € 2c’ + Pb at 272°C. 


experimental and 


was deduced from 
theoretical evidence. 


Another invariant equilibrium 
Liq. + Ag @e+ Pb 


was assumed to exist at a temperature of 
297°C. 

The same supercooling phenomena with 
respect to the antimony crystallization 
that were observed in the binary lead- 
antimony system were found to occur also 
in the ternary system. 
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DISCUSSION 


(E. E. Schumacher, presiding) 


E,. E. Schumacuer,* Murray Hill, N. J.— 
My associates and I have been interested in 


* Bell Telephone Laboratories. 


- 
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the lead-antimony alloy system for many 
years and have encountered supercooling 
in such alloys on many occasions. It has always 
been difficult for us to envisage how this 
phenomenon can occur in melts of hypo- 
eutectic alloys in which a multitude of crys- 
tallites are present prior to the time the 
eutectic temperature is reached. Pre-eutectic 
formed crystals would be expected to provide 
nuclei on which both alpha and beta crystallites 


-would readily precipitate. Apparently, how- 


ever, the alpha crystallites have little effect 
in initiating precipitation of beta, and vice 
versa; consequently the supercooling. The 
data presented by Pellini and Rhines and by 
the present author are convincing in placing 
the eutectic at about 252°C. It should be 
borne in mind that in practical operations 
involving the melting of the lead-antimony 
eutectic a temperature less than 252°C. will 
almost always be encountered. 

I should like to know whether the ther- 
mometer calibrations were made at the rapid 
rate of cooling and stirring. It would be 


interesting also to know the lengths of time © 


that the melts were held at the eutectic 
temperature. A description of the stirrer 
should be given, since specifying speed alone 
does not permit one to gauge the degree of 
agitation occurring in the melt. The inclusion 
of microscopic data pertaining to the ternary 
would be valuable. 


F. N. Rures,* Pittsburgh, Pa—The author 
is to be complimented on his successful esup- 
pression of undercooling in the very trouble- 
some lead-antimony system. Although the 
method of stirring is a classic one, it has too 
often been overlooked in recent years. It is 
gratifying also to have confirmation of the 
eutectic temperature which Mr. Pellini and I 
published with some trepidation in view of the 
weight of other published evidence in favor 
of a lower value. 

I should like to take this opportunity to 
suggest once again the advantages of using 
isothermal (horizontal) sections in the presenta- 
tion of ternary diagrams. It is understandable 
that the metallurgist, being accustomed to 


temperature-concentration diagrams in the 
et See Sees / 


* Department of Metallurgy, Carnegie In- 
stitute of Technology, 
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_ representation of binary equilibria, should 
want ternary diagrams to look the same. 
Vertical sections through the ternary space 
diagram are, indeed, somewhat similar to 
binary diagrams in their appearance, but 
there the resemblance ceases. The construction 
and interpretation of vertical sections involves 
pitfalls into which most of us blunder with 
discouraging regularity. In fact, the pre- 
cautions that must be taken to avoid these 
traps are such that it is simpler on the whole 
- to discard vertical sections altogether and to 
.. use isotherms exclusively. To illustrate this 
point I will mention a few of the more common 
_ difficulties. 
“3 Vertical sections usually are complicated 
both with regard to the number of equilibria 
- represented and with regard to the forms of 
_ the boundary lines. It is almost impossible 


to ascertain the validity of a given construction, 
| within the rules of thermodynamics, without 
3 first developing the corresponding isotherms. 
yg For this reason many fundamental errors of 
- construction have been committed and the 
_ diagrams so effected can be shown to be 
_ impossible. Had isotherms been employed 
_ the mistakes would have been so evident that 
it is improbable that they would have been 
* overlooked by their authors. No such errors 
are apparent in the present paper. 

<; Another disadvantage of the vertical se¢tion 
P. is that it affords little opportunity to detect 
_ faulty equilibrium. Thus, as in the present 
paper, if an isotherm is constructed at 244.7°C. 
_ (the ternary eutectic temperature), it will 
f become apparent that the extension of the 
4 corresponding eutectic line to low antimony 
concentrations, as in Fig. 8,* is of doubtful 
_ yalidity; here the line should probably end 
Z at about 4 per cent of antimony on the bound- 
ary of a field of Pb + e. The fact that thermal 
arrests were found at lower antimony con- 
_ centrations should not be supposed to mean 


that a transformation may occur in that range, 
but rather that equilibrium was not attained; 
coring effects can easily give rise to false 
thermal indications of this kind. Other incon- 
_ sistencies can be detected in the same diagram. 
q For example, if it is assumed that the liquidus 
points are correct and an isotherm is con- 


t 


wm 


* Figs. 7 ‘and 8 have been corrected since the 
Preprint was issued, : 


structed accordingly at 280°C., it will be seen 
that the boundary between the liquid + « 
and liquid + Pb + e fields is slightly (0.5 per 
cent) too far to the right; this is the most 
probable direction of error if the disturbing 
effects of coring are present. 

In the interpretation of vertical sections 
still more troublesome deficiencies appear. 
Returning to Fig. 8 as an example, it willbe 
observed that the epsilon phase is mentioned in 
a number Of fields, but that there is no indica- 
tion whatever of its composition. The same is 
true of every phase represented, except within 
the region of liquid alone. Even the use of a 
multitude of sections would not satisfactorily 
eliminate this objection, for they could not in 
themselves designate the concentrations of the 
pairs and trios of phases in equilibrium. Thus 
half of the potential value of the phase diagram 
is lost in the vertical section; it is possible to 
read transformation temperatures, but not 
the compositions of the phases involved. 
Isotherms, if used in sufficient numbers, give 
both kinds of information. 

No disparagement of the present paper is 
intended in this discussion; indeed I am 
impressed by the evident excellence of the 
experimental techniques and the skill of the 
author in developing the diagrams of this 
complex system. It is my purpose simply 
to urge the use of isothermal instead of vertical 
sections. 


B. BLrumENTHAL (author’s reply).—It is, in- 
deed, somewhat difficult to envisage that 
alpha crystals have little effect in initiating 
the precipitation of the beta phase, and vice 
versa. If, however, it is assumed that the 
eutectic crystallization is one in which individ- 
ual solid solutions form simultaneously from 
a common melt, it is likely that the formation 
of these solid solutions retains its individual 
characteristics during the eutectic crystalliza- 
tion. Although there may be cases where 
crystals of one kind may act as nuclei for 
crystals of another kind, in the present case 
the crystallization of the constituents of the 
eutectic apparently proceeds independently. 

The thermometer calibrations were made 
under the conditions of the experiments; i.e., 
separate calibrations were made for various 
rates of cooling with and without stirring. 
Because in the binary system the data con- 
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cerning the duration of the arrest at the 
eutectic temperature represent well-known 
information, they were not included in the 
tables. In the ternary system, they would not 
permit an estimate of the limits of solid 
solubility at the eutectic temperature, since 
only a small portion of the whole system was 
investigated and the data are not accurate 
enough when the eutectic crystallization is 
preceded by an uncompleted peritectic reac- 
tion. The stirrer was a Pyrex glass rod of 
5-mm. diameter with propeller-like blades, 
which were rotating directly under the bulb of 
the thermometer. Microscopic observations 
confirmed the diagrams, and since they did 
not give additional information it was felt 
that the reproduction of photomicrographs 
was not really necessary. 

The author wishes to express his thanks to 
Dr. Rhines for calling his attention to the 
obvious error of ending the eutectic line at too 
low an antimony content (Figs. 7 and 8). The 
necessary corrections have been made in these 
diagrams. 

Regarding the limits of the liquid + e and 
liquid + Pb + « fields, the conclusion is jus- 
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tified that if the liquidus points are correct, 
the limit is about 0.5 per cent too far to the 
right. This makes the observed temperatures 
about 3°C. too high, whereas it may be ex- 
pected that if coring is the cause of inaccuracy 
the beginning of the secondary eutectic crystal- 
lization would be found at too low a tempera- 
ture. Since the discrepancy is slight, I preferred 
to present the data as they were actually 
observed. 

I concur with Dr. Rhines that it is desirable 
to present isothermal as well as vertical sec- 
tions. A similar discussion followed F. D. 
Weaver’s paper on the constitution of the 
lead-antimony-tin alloys.!! It may again be 
stated that the ternary diagram covered by 
the present research is only a small part of the 
whole and the limits of solid solubility, par- 
ticularly. of the lead phase, were not deter- 
mined. Consequently, horizontal sections could 
be drawn only with certain approximations and 
estimation of solid solubilities for which a 
quantitative basis was not available. There- 
fore, it seemed preferable to bring the vertical 
sections as the direct presentation of the 
experimental results. 
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Constitution of the System Indium-zine 


By F. N. Rawves,* Memper A.I.M.E., ano A, H. Grosrt 


(New York Meeting, February 1944) 


THE constitution of the indium-zinc 


"alloy series has been investigated by Wilson 


~ and Peretti,! who determined the liquidus 


oy 


+ 


and eutectic temperatures by the conven- 
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tion of itS alloys desirable. As a part of a 
program for the reexamination of the con- 
stitution of indium alloys by precision 
methods, the indium-zinc phase diagram 


50 60 70 80 90 


Weight Percent Zinc 


Fic. 1.—PHASE DIAGRAM OF INDIUM-ZINC 


SYSTEM. 


Solid lines represent the new data; see’Table 1 for experimental values. The dashed liquidus is 


taken from the work of Wilson and Peretti.’ 


tional, method of cooling curves and the 


eutectic composition by analyzing eutectic 
exudations. Recent developments affecting 


the availability of indium and consequent 


increased interest in its applications make a 


more complete knowledge of the constitu- 
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(Figs. 1 and 2) has been redetermined in 
its entirety. The eutectic temperature 
(143.5°C.) reported by Wilson and Peretti 
has been confirmed exactly, but their value 
of the zinc concentration at the eutectic, 
4 per cent, was found to be high; the new 
value is 2.8 per cent of zinc. 

There is also a rather large difference 
between the forms of the liquidus curves of 
Wilson and Peretti and those found in the 
present studies. The solidus curves herein 
have been located for the first time and the 
limits of solid solubility have been tenta- 
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tively indicated. By way of a general 
survey of the mechanical properties of 
these alloys, stress-strain curves in com- 
pression have been determined over the 


Temperature “C 
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Fic. 2.—DETAIL OF INDIUM-RICH SIDE OF INDIUM-ZINC PHASE DIAGRAM. 


entire range of compositions anda summary 
of these is included. 


EXPERIMENTAL METHODS 


Only 34 lb. of electrolytic indium was 
available for this research. In order to make 
all of the desired measurements with this 
relatively small supply of metal, a program 
was established in which one alloy composi- 
tion at a time was examined completely; 
the next alloy composition was then made 
by the addition of zinc. Beginning with a 
60-gram sample of pure indium, o.5 per cent 
additions of zinc were made until the 
eutectic was passed, after which the zinc 
concentration was advanced in larger steps. 
In all, 60 alloys were examined. Cooling 
curves liquation tests and compression 
tests were made in succession upon the 


whole sample. A piece weighing approxi- - 


mately 114 grams was then set aside for 
chemical analysis, X-ray diffraction and 
metallographic studies; the remainder was 
used for the next alloy. By the end of the 
program, all of the indium except a small 
quantitity retained for metallographic 
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samples remained in the form of residues 


. 


4 
: 


F 


from chemical analysis. These were re- — 
served for the ultimate recovery of their 7 


indium content. 


METALS 


The metals used in this research were the 


purest available in the year 1939. Typical - 


electrolytic indium from the lot from which 
the indium was drawn contains 99.92 per 
cent In with the balance mainly Pb, Sn and 
traces of Sb, Zn, Cd, As, Ag, and Cu. Horse- 
head special zinc such as was used may be 
assumed to contain 99.994 per cent Zn 
with a maximum of 0.002 per cent each of 
Pb, Fe and Cd and traces of Sn and Cu. 
Both of these metals appear single phase 


upon metallographic examination (Fig. 3a). 


Because of the repeated melting of the 
alloys, it was necessary to exercise special 
care in order to avoid progressive con- 
tamination. When molten, the metal was 
brought into contact with nothing except 
an alumina crucible, mineral oil or charcoal 
as a cover, a graphite mold and Pyrex glass 
thermocouple tubes (a few of the zinc-rich 
alloys were also heated to liquation in a salt 
bath). As far as possible, contact with the 
air was avoided. When solid, the alloys were 
handled in steel fixtures. No evidence of 


le er ae 


~~ 


: 
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contamination was found spectrographi- 
cally or in the course of metallographic 
studies. 


Liguipus DETERMINATIONS 


Low-melting alloys are especially subject 
to undercooling; reliable measurements of 
the liquidus temperatures are possible, 
therefore, only when measures are taken to 
allow nucleation to occur. A special furnace 
of a design proposed by C. S. Smith? was 
constructed for the thermal analyses. This 
furnace is so arranged that heat is with- 
drawn from the sample at any desired con- 
stant rate. In order to maintain the cooling 
rates to low temperatures it was found 
necessary to add an external water cooling 
coil to the equipment described by Smith. 
The specimen holder was a crucible (1}¢ in. 
outside diameter, 34 in. inside diameter and 
2 in. deep) cut from Armstrong “Non- 
Pareil” brick and lined with high-purity 
alumina cement. Two thermocouples were 
used: one, a differential Chromel-Alumel 
thermocouple having one junction within 
the crucible and the other junction outside, 
was used to actuate the furnace controller; 
the other, a platinum-platinum rhodium 
thermocouple of very fine wire (No. 33), 
encased in a thin-walled Pyrex glass tube 
about 1¢ wide in diameter, was connected 
to a type K potentiometer for temperature 
measurements. 

In the absence of transformations the 
time-temperature curves are nearly linear. 
By selecting a slow cooling rate, under- 
cooling is minimized but not entirely 
eliminated. A short extrapolation of nearly 
straight segments of the cooling curves to 
their mutual intersection gives a satis- 
factory estimate of the true liquidus point 
where undercooling has occurred. A cooling 
rate of about 14°C. per minute was used in 
these studies. Both faster and slower rates 
were tried, but it was found that under- 
cooling was too pronounced at faster rates 
and the advantage of slower rates was too 
small to justify the greater expenditure of 
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time. Duplicate cooling curves were made 
with a large proportion of the alloys 
studied. 

Accurate temperature measurement was 
ensured by the use of a fine-wire thermo- 
couple to prevent heat loss by conduction 
along the wires, by the use of a thin-walled 
protection tube well centered in the melt, 
by frequent calibration of the thermocouple 
and by the use of sensitive measuring 
equipment. The temperature readings 
could be reproduced within a variation of 
0.1°C. The accuracy of temperature stand- 
ards in this range is a little better than 
0.5°C. It seems reasonable to assume, there- 
fore, that the temperature readings are 
reliable to 0.5°C. or less. This degree of 
precision is more than sufficient, since it 
could not be matched in the chemical 
analyses, which are equally important in 
establishing the liquidus points. The data 
obtained are recorded in Table r. 

The nearly horizontal course of the 
liquidus in the range 35 to 75 per cent Zn 
suggests the possibility that a region of 
two-liquid immiscibility might appear at 
higher temperatures. To test this possi- 
bility, molten samples were quickly 
cooled after being held for 24 hr. at tem- 
peratures up to 650°C. No separation into 
layers could be detected. Two cooling 
curves exhibited inflections at 500° and 
530°C., but these could not be reproduced 
and accordingly were judged to be spurious. 


SoLtipus DETERMINATIONS 


Points on the solidus curve read from 
time-temperature cooling curves are gener- 
ally unreliable because of the excessive 
times necessary to attain equilibrium. More 
trustworthy results are obtainable by 
observing the temperature at which the 
liquation of the homogeneous solid alloy 
begins. The liquid first appears at the grain 
boundaries and can be detected either 
by the metallographic examination of 
quenched specimens or by observing the 
rupture of a lightly loaded bar of the alloy 
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during slow heating. Although the metal- 
lographic technique is generally favored, 
the mechanical method is much less labori- 
ous and has been shown to be equally 


TABLE 1.—Experimental Results 
Pate poe ener 


i : Liquidus Solidus ER 
PEO a Tempera- | Tempera- Per Cent 
Per Cent Iture, Deg. C.|ture, Deg. C.| “Strain 
0.38 155 152.8 
0.50 154.5 150.6 
0.75 154.5 149.5 
0.97 E5304 146.4 140 
ae 145.3 
2 152.3 I , 
131 nats 168.8 
aed 150.7 143.4 
1.89 148 144 
2.34 145.8 ake 
2.61 144.5 
2.73 143.8 
3.15 sey 
o48 266.4 
3.61 160.6 143.5 
4.39 182 143 sriek 
Pune Og 143.5 176.8 
6.53 224.3 143.5 TESS 
7-58 239.5 143.5 
ee 253-5 143.5 142.8 
10.70 262.8 a8 
12.57 276 143 epee? 
14.68 288.8 ate 
16.68 300.7 le 
18.57 Bisa is 143 reee 
20.46 310.6 ies 
aoe 328 143.5 168.8 
24.53 337.8 eake 
20.40 342.4 
tee 343.1 143.5 
She 343.1 143 
Beye 345 143.4 
eap254 S4g:2 143.4 
.70 352 
36.46° | 346 
Re 348.9 143.4 
38.614 349.9 THe'a 
39.66 355 Tene 
41.18 360 143.4 ae 
ote oo: 143.8 272.4 
46.55 3602.6 aba 
47.622 357.8 
ver 303.5 280.8 
eee 365.6 143.4 321.4 
55.98 367.8 Bete 
57-92 369 cr 
ie ee 605 
4.4 3690 
oes se 144 592 
By/s) 375 
74.50 375.8 ais 
82.37 379.3 an 
86.93 381 
2° 394.8 
95.08 405 
98.3 415 
99 416 
99.2 369° 
20-4 367% 
99.8 360° 
2a 390.60 
99.9 ate hier: 


* Analysis in doubt; point not on the liquidus as 
plotted. , 

b Not reproducible; not used in the construction of 
the phase diagram. 
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accurate provided that the structure of the 
metal is such as to permit rupture when the 
first trace of liquid appears and provided 
that no embrittling solid phase is present. 
Experience has shown that, if the bar 
breaks at the same temperature in a series 
of tests with varying heating rates, it is 
safe to assume that the rupture method is 
applicable; this was proved to be true with 
indium-rich alloys and the method was 
adopted. 

The equipment was the same as that 
used for an earlier study of lead-antimony 
alloys and has been fully described else- 
where.*? A duplicate apparatus was con- 
structed to permit the use of both an oil 
heating bath in the low-temperature range 
and a salt bath in the higher temperature 
range. The samples were made by remelting 
the alloys in the thermal analysis furnace, 
casting bars 3g in. in diameter by about 
34 in. long in a graphite mold and forg- 
ing these cold to a form that permitted 
cutting out bars 1¢ by 14 by 1 in. These 
were homogenized for periods of 1 to 3 days 
at 135°C. in an air furnace, from which they 
were transferred directly to the oil or salt 
bath. The temperature of the bath was 
increased as rapidly as possible to a point 
about 10° below that of the expected break, 
where it was held for a few minutes, and 
then increased at a rate of less than 14° per 
minute until the bar had ruptured. 

From 1.2 to 96 per cent of zinc the break 
always occurred at or very near the eutectic 
temperature 143.5°C. (Table 1). At the low 
zinc concentrations a self-consistent series 
of solidus points was obtained. The inter- 
section of these with the eutectic isotherm 
indicates a maximum solubility of 1.2 per 
cent of zinc in indium. At higher zinc 
concentrations the rupture occurred above 
the eutectic temperature, but the readings 
were not reproducible except near pure 
zinc. Evidently the small quantity of the 
eutectic alloy forming at high zinc concen- 
trations was insufficient to cause rupture 
consistently at the eutectic temperature. 
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Apparently reliable points on the solidus 
were found only at compositions above 
99.7 per cent of zinc. The limit of the solid 
solubility of indium in zinc at the eutectic 
temperature and the terminus of the solidus 
curve, therefore, has been estimated to be 
about o.2 from the solid solubility data. 


SoLtip SoLusiLity Lruits 


The intention was to determine the 
limits of solid solubility by the X-ray 
diffraction method using a high-tempera- 
ture camera, but this proved to be imprac- 
tical because the reflections were so diffuse 
that their measurement was impossible. 
Even when the alloys were quenched to 
room temperature from a homogenizing 
heat-treatment, satisfactory diffraction 
patterns could not be obtained. The X-ray 
patterns, however, gave clear evidence that 
no intermediate phases were present. This 
conclusion was supported by the micro- 
structure of an indium-zinc couple, which, 
after being annealed for 60 days at 140°C., 
exhibited no intermediate phase layer. 

As an alternative the familiar metal- 
lographic technique was tried. Cast samples 
of the indium-rich and zinc-rich alloys were 
annealed for periods up to two weeks at 
140°C., were quenched and were aged at 
130° and 120°C. Another group of cast 
samples was annealed successively at 
120°C. and 140°C., with metallographic 
examination after each treatment. It was 
found that the disappearance of the minor 
phase could be observed in both the high- 
zinc and low-zinc alloys, but that its 
reprecipitation could not be detected with 
certainty in either case. Actually, the 
precipitation of zinc particles in the indium- 
rich alloys was observed repeatedly, but it 
proved to be so difficult to distinguish with 
certainty between etch pits and precipitate 
particles that the evidence so obtained 
could not be used. From these observations, 
it was concluded that the solubility of zinc 
in indium falls rapidly with decreasing 
temperature to about o.9 per cent Zn at 
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140°C, and o.4 per cent zinc at 120°C.; 
the solubility of indium in zine at 140°C. 
seems to lie between o.2 and o.1 per cent 
In and at 120°C. below o.1 per cent In. In 
the light of this evidence it appears reason- 
able to assume that the limit of solid 
solubility at the eutectic temperature can 
hardly be more that 0.3 per cent of In and 
not less,than o.2 per cent; the solvus curve 
has accordingly been terminated at 0.2 
per cent of In. 


MICROSTRUCTURE 


Indium is an extraordinarily soft metal, 
which consequently presents unusual diffi- 
culties in metallographic preparation. If 
indium-rich alloys are smoothed on the 
ordinary type of metallographic emery 
paper, particles of the abrasive become 
lodged in the metal and are exceedingly 
difficult to remove. Microtomy is a possible 
alternative, but the flow in a cut surface 
is so extreme that the microstructure is 
masked. In the present investigation a 
compromise procedure concluding with an 
etch sufficiently strong to remove flowed 
metal was adopted. Indium-rich alloys 
were smoothed by cutting with a razor 
blade; this was followed successively by 
polishing with 600 carborundum on duck 
cloth, Gamal alumina in green soap on 
Selvyt cloth, finally etching with a mixture 
of approximately equal parts of a solution 
of 10 per cent CrO; in water and a solution 
composed of 6 grams of K2Cr.07, plus 
20 c.c. of H2SO, plus 12 c.c. of saturated 
NaCl solution in 300 c.c. of water. Zinc- 
rich alloys were polished in the conventional 
manner and were etched with a 20 per cent 
solution of CrO; in water to which had been 
added one per cent of Na2SOu. 

The eutectic (Fig. 3b) appears to be 
composed of lamellar (or acicular) particles 
of zinc (dark) in a matrix of indium (light). 
In the unetched alloy the zinc also appears 
light; the etch heavily attacks the zinc, 
leaving dark cavities. Two indium-rich 
alloys in the as-cast and annealed condi- 
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Fic. 3.—INDIUM-zINC ALLOYS. X 100. 


. Pure indium, cast, etched. 


2.73 per cent Zn, as cast, etched. 


. 0.38 per cent Zn, as cast, etched. 
- 0.38 per cent Zn, annealed 1 week at 140°C., quenched, etched. 
+ 0.97 per cent Zn, as cast, etched. 
+ 0.97 per cent Zn, annealed 1 week at 140°C., quenched, etched. 
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38.61 per cent Zn 
74.50 per cent Zn 
96.36 per cent Zn 
96.36 per cent Zn 
99.9 per cent Zn, 
99-9 per cent Zn, 


, as cast, unetched. 
, as cast, unetched. 
, as cast, unetched. 
, annealed 1 week at 140°C., unetched. 


as cast, etched. 
annealed 2 weeks at 140°C., etched. 
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tions are shown in Figs. 3c, d, e and f. The 
zinc phase is present in eutectic array in the 
as-cast alloy in both cases, but is com- 
pletely dissolved when the lower zinc alloy 
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dezincing can occur is worth recording. 
It is noteworthy also that a rather large 
zinc loss upon repeated melting was found 
consistently. 
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Fic. 5.—INDIUM-ZINC AL™OYS. X I00. 


a. 

b. 
is annealed. It is noteworthy that all of 
the as-cast indium-rich alloys appear to 
have recrystallized, and that whenever 
plastic deformation has occurred, recrys- 
tallization follows at once. Evidently the 
recrystallization temperature lies below 
room temperature. 

A group of alloys having the zinc present 
as a primary constituent is represented in 
Fig. 4. No etch has been used with the first 
four of these; the zinc phase appears as 
large light colored dendritic areas em- 
bedded in a matrix of the eutectic. Al- 
though the eutectic structure is not clearly 
delineated in the unetched surfaces, etched 
samples (not reproduced here) show that 
the zinc of the eutectic becomes segregated 
to the primary dendrites in high-zinc 
alloys; i.e., the eutectic is divorced. The 
dissolution of the indium phase upon heat- 
treatment is illustrated in Fig. ge and f. 

Evidence of dezincing was observed in 
one sample (Fig. 55). Unfortunately, the 
history of this sample is not positively 
established; there is reason to suppose 
that it had been heated in contact with the 
air. In any event the observation that 


3.4 per cent Zn, as cast, unetched. +59 
2.49 per cent Zn, annealed, etched. Shows dezincing. 


CHEMICAL ANALYSES 


Reliable methods for determining the 
composition of indium-zinc alloys in sam- 


ples as small as those used in the investiga- 


tion are not available. The usual procedures 


give highly erratic results. It was found 


necessary to develop new methods and 
these proved to be accurate only within 


limited concentration ranges. Alloys rich in 
indium were analyzed by a gravimetric 


method which has since been described.! 


Those rich in zinc were handled by a 
potentiometric titration for indium, also 
described in the reference cited above. 


Some other techniques were used to a 


limited extent in the intermediate con- 


centration ranges, but the values reported 


are chiefly those obtained by the first 


named methods. 

Fortunately, a record of the “synthetic”’ 
composition of each alloy was available 
for the detection of large errors in analysis, 
and the regularity of the liquidus curves 
gave a further check. Near the two ex- 
tremes of the concentration range, includ- 
ing the eutectic, it appears safe to assume 
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that the analyses are correct within a 
few hundredths of a per cent. Toward the 
middle of the range errors of at least one 
per cent could have eluded detection and 


° 


Load in Pounds 


- 002 004 O06 008 


261 


is to be had by the use of stress-strain 
diagrams made in compression _ tests. 
These are characteristically of the form 
shown in the example of Fig. 6. After 
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Fic. 6.—TyYPICAL LOAD-COMPRESSION CURVE FOR ALLOY CONTAINING 0.97 PER CENT ZINC. 


True Stress in pst 


Weight Percent Zinc 


FIG. 7—VARIATION OF TRUE STRESS 7, REQUIRED TO COMPRESS TO STRAIN OF 10 PER CENT, PLOTTED 
AS FUNCTION OF ZINC CONCENTRATION. 


errors as large as 5 per cent were found. 
Where there was reason to suspect the 
validity of the analyses, the data were 
not used in plotting the phase diagram, 
but all points are recorded in Table r. 


MECHANICAL PROPERTIES 


The usual measurements of tensile 
strength, elongation and hardness are 
of little significance in expressing the 
mechanical properties of extremely soft 
metals. A much better comparison of the 
properties in an alloy series of this kind 


the initial rise, the curve tends to become 
straight. By choosing a definite deforma- 
tion as a point of reference, expressed in 
percentage of initial length, the cor- 
responding load values, corrected to true 
load (c) for the individual alloys may be 
compared. 

Samples for compression tests were 
made by casting cylinders }4 in. in diameter 
by 114 in. long. These were brought to a 
standard form by compressing in a die 
54, in. in diameter. After sizing, the 
samples were annealed for a day at a 
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temperature of 135°C. The zinc-rich 
alloys were tested in a standard tensile 
testing machine; the indium-rich alloys 
responded to loads too low for the range 
of this machine and a special apparatus, 
using a calibrated steel ring for measuring 
the load, was built for testing in this 
range. 

Values of o at io per cent strain are 
plotted in Fig. 7 (see also Table 1). Except 
for a sharp maximum at 3.48 per cent 
Zn, there-is a steady rise in o from pure 
indium to pure zinc. The intermediate 
maximum does not, as might be expected, 
occur exactly at the eutectic concentration. 
Its appearance at 3.48 per cent Zn might 
be supposed to be associated with a 
favorable particle size of the eutectic or 
of the primary zinc constituent, but the 
microstructure of the 3.48 per cent Zn 
alloy (Fig. 5a) gives little support to this 
view. 


SUMMARY 


The liquidus, solidus, and solvus curves 
of the indium-zinc phase diagram have 
been located. This is a simple eutectiferous 
system with the eutectic at 2.8 per cent 
Zn and 143.5°C. The limits of solid solu- 
bility lie at 1.2 per cent Zn in indium, 
and approximately o.2 per cent In in zinc 
at the eutectic temperature, and diminish 
with falling temperature. Suitable metallo- 
graphic techniques are described. In 
compression tests it is found that the 
true stress o corresponding to a standard 
strain passes through a small maximum 
at 3.48 per cent Zn, but its value is exceeded 
in alloys containing 50 per cent and more 
of zinc. 
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DISCUSSION 


(John Ruzicka presiding) 


E. A. ANDERSON,* Palmerton, Pa.—There 
is one point in this paper that I found rather 
interesting; the little peak on the compression 
curve. It happens in the actual table of data 
that the maximum stress is reported for an 
alloy of 3.48 per cent. Now we have noted in 
some single alloys very marked differentiations 
between the properties of the practically pure 
eutectic and the material on either side. 

It might have been interesting had Dr. 
Rhines examined the compressive strength of 
the exact eutectic alloy to see whether the 
peak of such strength did coincide with the 
eutectic concentration. The value as now 
given might be interpreted to mean that the 
eutectic is a little higher than the value plotted 
on the curve. 


F. N. Runes (author’s reply).—It is 
regrettable that we have no intermediate 
data that would properly answer that question. 
I can only say that the curve of Fig. 7 would 
have to turn upward very abruptly between 
2.34 and 2.8 per cent Zn to place the maximum 
at the eutectic composition. 


* Chief of Metal Section, Research Division, 
The New Jersey Zinc Company. 


Liquidus Determinations in Zinc-rich Alloys 


(Zn-Fe; Zn-Cu; Zn-Mn) 


By GrerAtp Epmunps,* MempBer’A.I.M.E. 


THE liquidus line on the phase diagram 
for temperature versus composition of a 
binary alloy system, representing the 
boundary between the homogeneous melt 
and the heterogeneous melt plus solid, 
besides showing the minimum casting 
temperature, is useful in determining 
eutectic compositions and the presence 
of phase changes such as peritectic trans- 
formations and intermetallic compound 
formation. 

The liquidus often is determined by the 
cooling curves of thermal analysis, but 
supercooling frequently occurs, so that 
the temperature values are low. An 
alternative method, the one employed 
here, consists of determining the com- 
position of samples of the melts from 
heterogeneous alloys that are at equilib- 
rium. With meticulous attention to funda- 
mentals, this method is capable of yielding 
values limited in precision only by the 
temperature control and measurement and 
analyses. 


APPARATUS 


By starting, on the one hand, with a 
supersaturated solution and allowing the 
excess solute to precipitate, and on the 
other hand with an undersaturated solution 
and allowing more of the solute to be 
dissolved, both processes being carried 

Manuscript received at the office of the 
Institute Nov. 20, 1943. Issued as T.P. 1686 in 
METALS TECHNOLOGY, June 1944. 

* Research Division, Technical Department, 


The New Jersey Zinc Company (of Pa.), 
Palmerton, Pennsylvania. 5 


(New York Meeting, February 1044) 


out at the same temperature, equilibrium 
may be said to have been approached from 
both directions; that is, from above and 
from below. If the analyses show the 
solutions to contain the same fraction of 
solute when equilibrium has been ap- 
proached from above and from below, 
one is assured that equilibrium has been 
reached in both determinations. In order 
to carry out such determinations, it is 
necessary to have equipment for obtaining 
and maintaining the proper temperatures; 
for holding the melt, measuring its tem- 
perature, and _ stirring, sampling and 
analyzing it. 

The present work required temperatures 
from 420° to goo°C. The equipment 
consisted of: 

A furnace, which was a vertical alundum 
tube, 134-in. diameter inside and 18 in. 
long, wound with Nichrome resistance 
wire, surrounded by a 3-in. i.d. alundum 
tube wound for 5 in. of length near each 
end, for compensation of end losses. This 
muffle was contained in an iron shell with 
Transite end plates, the intervening 
space being packed with Sil-O-Cel. The 
outside dimensions of the furnace were 
12 in. in diameter by 1814 in. in height. 

Heating current was supplied by three 
independent variable-voltage transformers 
(Variac), one connected to each end com- 
pensator winding and manually controlled, 
and one connected to the main winding 
through a series resistance of 5 ohms. 
This resistance was short-circuited for 
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high current by a photoelectric poten- 
tiometric temperature controller operated 
by a thermocouple at the center of the 
furnace, between the inside and outside 


to contain, stir and sample the alloys, and 
for melt thermocouple protection. The 
melts, sampling equipment, etc., were 
contained in open-top or sealed containers, 


~~ 


Fic. 1.—GENERAL ARRANGEMENT OF FURNACE AND CONTROL EQUIPMENT FOR LIQUIDUS DETER- 
MINATIONS. 
A type K Leeds and Northrup potentiometer and a more rigidly mounted thermocouple 
(Fig. 2) were used for measurement of melt temperature in all the tests reported here. 


alundum tubes. A survey couple for 
determining the gradient along the length 
and inside of the furnace was mounted 
on brackets and a sliding support rod, so 
that it could be raised and lowered without 
appreciable disturbance of the furnace. 
The furnace and control equipment are 
shown by Fig. r. 

Pyrex glass, up to 610°C., or silica for 
higher temperatures, both of which are 
resistant to zinc, was used for equipment 


according as it was unnecessary or neces- 
sary to prevent either vaporization of 
the melt or its reaction with the atmos- 
phere. The equipment for the various 
tests is illustrated by Fig. 3. The melt 
container rested upon a refractory plug 
(not shown), 144-in. diameter by 6 in. 
long, in the bottom of the furnace tube. 

A motor-driven apparatus, Fig. 4, 
mountable on top of the furnace, imparted 
about 140 cycles per minute of 180° 
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oscillatory rotation to a stirrer (Fig. 3-H), 
or the bulb for the sealed-tube method 
(Fig. 3-7), in which the sampling tubes, 
as baffles, agitated the melt. 


OPEN-TUBE METHOD 


The alloy is best prepared in the melt 

container used during sampling; for con- 
venience, this may be done in another 
furnace. 
_. The composition of the alloy must be 
gauged so that it will be partly molten, 
partly solid at the temperature of sampling, 
but there should not be enough solid to 
prevent clear samples of the melt. The 
proper composition may be determined by 
preliminary measurement or, frequently, 
by reference to previous determinations. 

The alloy is then heated in the sampling 
furnace nearly to the sampling temperature, 
and the stirrer is mounted and started. 
The mechanical work of the stirring causes 
a slight increase in temperature. The 
agitation of the melt is continued for 
several hours, well beyond the time that 
seems necessary for solution, there being 
no way of determining when it should be 
discontinued unless samples are taken 
periodically—a troublesome and_ time- 
consuming procedure. When the stirring 
is stopped, the controller setting is adjusted 
manually to keep the melt at the maximum 
temperature attained during agitation; 
the motor drive assembly is removed, the 
melt is skimmed, the sampling tubes and 
breaker rods (suitably held in position 
in a cork, which also has a clearance for 
the thermocouple protection tube, sup- 
ported by a clamp above the furnace) 
are introduced and the top opening of the 
furnace is closed with Transite plates and 
asbestos wool. The sampling-tube and 
breaker-rod group is not brought immedi- 
ately to its final position but is first 
held for several minutes above the melt 
for preheating, and is then gradually 
lowered, over a period of several minutes, 
until the sampling tits are at the approxi- 
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mate vertical middle of the melt. During 
all of the discontinuance of 
stirring until several minutes after the 
sampling tubes have been brought to their 


—- 


time from 


CHROMEL- 
ALUMEL THERMOCOUPLE FOR MEASURING MELT 


Fic. 2.—RIGIDLY MOUNTED 


TEMPERATURE. 

The thermocouple wire passes from the hot 
junction (right) through the copper tube to the 
ice junction (left). 


final position, the controller is adjusted 
manually to maintain a constant melt 
temperature. This is necessary because, 
notwithstanding all other precautions, 
the changes in heat loss from the top of the 
furnace and the change of melt depth 
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Fic. 3.—EQUIPMENT FOR CONTAINING, STIRRING AND SAMPLING MELTS. MADE OF PYREX GLASS OR 
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E. 
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a. 
b. 
Gi 
d. 
e. 
ie 
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SILICA. 


. Open-top melt container. 

Spoon for skimming melt. 

. Evacuated* sampling pipette (early type) for 1o-gram sample. 

. Evacuated* sampling pipette (later type) for 1o-gram sample. 

Rod for breaking tit from sampling pipette. 

. Evacuated* double sampling pipette for 3-gram samples. 

Rod for breaking tits from double sampling pipette. 

. Stirrer and thermocouple protection tube for melt in open-top container. 
Bulb for sealed-tube method. 


Melt container. 

Filler tube, sealed off and removed at x after charging and evacuating container. 
Central tube. 

Sampling pipette.* 

Vacuum release tit. 

Drainage tube. The projection of this below the melt container rests in a hole in a 
Transite disk in the furnace for centering the lower end of the tube. 

Friction-tape cushioning clamping in mechanical stirrer. 


Stopper } used with bulb J. 
. Funnel 


_ *The pipettes, while evacuated, are heated nearly to their softening temperature before the 
tits are sealed. Before use they may be checked for vacuum by glow discharge from a spark coil. 
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would otherwise slightly change the melt 
temperature. When stable temperature 
control is assured, the apparatus is left 


on automatic control, with occasional 
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temperature of the determination. Since 
the alloy has been produced without ever 
having been heated to a temperature 
above the determination, the melt cannot 


ee ee 


Ea 


Fic. 4—MorToR-DRIVEN APPARATUS FOR OPERATING STIRRER, WITH GUARD AND STIRRER HOLDER 
REMOVED. 


observations of temperature, to allow the 
solid constituent to settle or rise, according 
to its density relative to the melt. As 
with the stirring, the time required is 
unknown; therefore an excessive length 
of time is allowed. The tits are then 
broken from the sampling tubes by a 
slight, sharp tap directed downward on the 
top of the breaker rods, whereupon the 
sample is sucked into the evacuated tubes. 
After one minute has been allowed for 
complete filling of the tubes, they are 
removed from the furnace, cooled, cleaned 
of all adhering metal and skimmings, then 
broken for removal of the samples. The 
entire sample is used for analysis. 
Summarizing, these samples are from 
a melt in equilibrium with a solid phase 
produced by diffusion of the molten solvent 
metal and the solid solute phase at the 


contain more solute than the equilibrium 
liquidus composition, but may contain 
less if insufficient time of stirring has been 
allowed. Because of incomplete separation 
of melt and solid, the samples might 
contain some of the solute metal as solid 
particles drawn with the melt into the 
sampling tube; it is considered that if 
this occurred the amount involved would 
vary from sample to sample, so that the 
presence of an error would be obvious 
and the samples would be disregarded. 

To obtain samples from a melt that 
has been supersaturated, the furnace 
temperature is next raised and the alloy 
stirred until all solute is in solution. 
This may be detected by feeling with a 
rod. (If the temperature required for 
solution exceeds that which is practical 
from oxidation, vaporization, or equip- 
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Fic. 5.—INGOT OF 0.1 PER 
CENT IRON-ZINC ALLOY AIR- 
COOLED FROM 475°C. 


(Fe-Zn crystals form and 
settle rapidly, accounting for 
their scarcity in sample b. The 
samples from this alloy were 
taken from 4 in. and 214 in. 
above the bottom of the melt 
container, at levels approximately 
equivalent to photomicrographs 6 


and c, and analyzed 0.055 and 0,054 per cent Fe, respectively.) 


*j; b (M158904). No large Fe- 
. Zn crystals found in entire 


section 


c (Mrs8q95). Largest Fe- 
Zn crystals found in entire 
section 


d (M1s5806). Largest Fe- 
Zn crystal present in entire 
section 


e (Mrs807). Many large 
Fe-Zn crystals present 


a is about natural size. Photomicrographs b-e, X 24. 
Etchant: 20 grams CrOs, 1.5 grams Na2SOx4, 100 c.c. H20. 
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ment considerations, samples are taken, 
using the regular sampling-tube breaker- 
rod assembly but without particularly 
close temperature control, and analyzed 


of the solid phase; then samples are taken 
and analyzed, as before. To ascertain 
whether the proportion of solute is satis- 
factory for good melt sampling, the melt 


TABLE 1.—Experimental Data of the Zinc-rich Zinc-iron Liquidus Determination 


Observed Tem- Weight Data Plotted in Fig. 6 
perature 
Deg. C. Per Cent Fe 
ae: 1000 Atomic Pe 
Equilibrium Approached from tas Abs. Temp.¢ Cent Fe rs 
ee he Admitte 
b) Mini- | Maxi- | Analy- | Variation 
bn mum? | mum? sis |in Analy-| Mini- Maxi- Mini- Maxi- 
SIS mum mum mum mum 
mupersaturation®. ...0..00..6s00- 423.5 | 425.6 | 0-.0r4, | 0.001 | 2 4366 1.430 0.015 0.017 
aes 424.2 | 0.014 | +0.001 1.4374 1.433, 0.0159 0.0179 
, 422. 24.1 | 0.01 +0 = : 
Pradorsaturationii. sca. enc csre cel 428.4 Saae oor +0 ae pet eases orci’ Brena 
. 428.4 | 429.5 | 0.015 +0.001 1.4262 1.4229 0.016° | 0.0189 
Piupersaturation®..........2..-%- 473.7 | 475-4 | 0.055 } +0.001 | ft 3398 I .335° 0.0634 0.0657 
Z 473.7 | 475.0 | 0.0 +0.0 ‘ : F 
Bindersatiration. .<.oc-.c-<<0+0- 474.7 475.9 ac ete Se ie : oeea aes 
BiadersaturatiOn. .wec.s sss sees 502.4 | 503.4 | O-1T5 +0.004 1.2907 | 1.2877 O. 1307 oO. 130° 
‘ 502.4 | 503.4 | O.III +0.004 1.2903 1.2879 0.125 0.135 
503.2 | 503.9 | 0.112 +0.004 1.2893 1.2862 | 0.126 0.136 
. 503.2 503.9 | 0.113 +0.004 1.2802 1.2862 0.128 0.137 
Swperaturation®...............-- 503.4 | 504.3 | 0.124 +0.004 1.288° 1.2857 0.140 0.150 
Supersaturation/ Re ar te 507.6 | 508.4 | 0.130 +0.004 | I. 281! 1.278) 0.147 0.157 
Wndersattration:<<.c..cen<e cans 521.9 | 524.4 | 0.174 | +0.004 1.258! 1.253° 0.199 0. 2089 
} . 521.9 | 524.4 | 0.188 +0.004 1.2582 1.2532 0.215 0.2259 
EMipersaturabiOn...<c. 0. .<ccers es 523-5 | 525.0 | 0.192 +0.004 1.256! 1.2522 0.220 0.229 
523.5 | 525.0 | 0.199 +0.004 1.256) 1.2527 0.228 0.238 
findersaturation.....-....csses 526.2 | 528.9 | 0.185 | +0.004 1.251. | 1.2462 | 0.212 0.221 
s 526.2 | 528.9 | 0.185 +0.004 1.2512 1.2461 0.212 0.221 
Supersaturation’................| 592.9 | 594.4 0.852 +0.01 1.1552 1.152. | 0.99 E.On 2 
753 592.9 | 594.4 | 0.80 +0.01 1.1554 im sage 0.934 0.9529 
mBupersaturation®...........-...-| 606.3 | 607.0 0.902 +0.01 Ears 1.1356 1.044 1.06° 
- 606.3 | 607.0 0.911 +0.01 1.137g | 1-1356 1.066 1.08> 
Undersaturation................| 607.4 | 608.2 0.82, +0.01 1.135, 1.134) 0.95. 0.976 
607.4 | 608.2 0.83, +0.01 1.135, | 1-134, 9.959 0.985 
al @ The lowest temperature observed during the last 24 hr. before sampling when equilibrium was approached 


* from undersaturation, or, the lowest temperature ever observed when equilibrium was approached from 
_ supersaturation. 
b The highest temperature observed during the last 24 hr. 
from supersaturation, or, the highest temperature ever 0 
undersaturation. 
¢ Less 0.5°C. for minimum; plus 0.5°C. for maximum. 
4 Sample taken at about 511°C. analyzed 0.10 per cent Fe. 
¢ Sample taken at about 557°C. analyzed 0.26 per cent Fe. 
J Sample taken at about 549°C. analyzed 0.20 per cent Fe. 
2 Values do not overlap; plotted with dashed lines. 
4 Samples taken at about 614°C. Analyzed 1.11 and 1.06 per cent Fe. 
+ Sample taken at about 614°C. analyzed 0.913 per cent Fe. The ingot of the air- 


before sampling when equilibrium was approached 
bserved when equilibrium was approached from 


cooled melt contained a 
h has been drawn with- 


relatively small amount of iron-rich constituent. In view of these uncertainties, the gra 
out inclusion of this value because i 
could be so drawn and be consistent with all of the data. 


for assurance that the melt contains more 

_ solute than is found by analysis when the 
alloy is cooled to the final sampling 
temperature.) The furnace temperature 
is then reduced to a few degrees above the 
sampling temperature and the sampling- 
tube, breaker-rod group is introduced as 
before. The temperature is then slowly 

- reduced to the sampling temperature and 
automatically controlled there for a period 
sufficient to allow complete separation 


t would require a considerable change in slope of t 


e line, although the line 


container may be removed and air-cooled 
and the ingot examined. Microsections 
of the ingot will reveal at one end of it 
(according to the relative density of the 
melt and solid phase) a layer of coarse 
crystals of the phase that was solid at the 
test temperature (for example, Figs s)5 
while the rest of the ingot will contain the 
solidified melt together with finer particles 
of second phase that have separated 
during air cooling. 
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SEALED-TUBE METHOD 


For melts subject to rapid evaporation 
or reaction with the atmosphere, equilib- 


—+) Indicates that equilibrium was approached = 
from undersaturation. pace’ 

0<— Indicates that equilibrium was approached 

from supersaturation. 


beforehand. The required amount of 
solute in small pieces is introduced through 
the filler tube, the tee J with stopper K 
is attached, the bulb is evacuated, then 


Absolute Temperature 


0.1 
Atomic Per Cent Iron in Zine 


Fic. 6.—LIQUIDUS OF ZINC-RICH ZINC-IRON ALLOYS. 
Plotted as logarithm of atomic per cent of iron versus reciprocal of absolute temperature. 


rium is obtained by working with the 
alloy in a sealed container of the type 
shown in Fig. 3-/. The principles involved 
in this technique are basicly the same 
as in the open-tube method, but the 
manipulation requires extreme care be- 
cause of the fragility of the equipment. 
The alloy is made in the bulb, the volume 
of which must have been determined 


lowered into the hot furnace. By continuing 
the evacuation, permissible only if the 
solute will not evaporate at the furnace 
temperature, adsorbed and occluded gases 
held by the bulb and solute are removed. 
The bulb is then filled through the tee 
with a gas inert to the alloy, stopper K 
is removed, funnel Z is put in the filler 
tube and preheated with a gas flame, 


ae 


ie 
iy 
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molten zinc is poured in to within about 
1g in. of the top of the bulb, the funnel is 
removed, stopper replaced and the bulb 


TABLE 2.—Liquidus Values for Zinc-rich 
Zinc-iron Alloys 


Weight Per Cent Iron in Melt 
AN i : i 
pac According to | According to 
Truesdale, Present 
Wilcox and Investigation 
is Rodda! 
419.4 (Eutectic)... 0.0184 0.012% 
TE ee oe EE ee 0.02 0.014 
ES Ohrncucanelcia! miele es Wi 0.03 0.029> 
475. 0.06 0.056 
BOGete tar aon cares oh 0.10 0.10, 
CRB ORS arr 0.20 ° 195° 
550 0.30 ° 316 
PST G Aa raoMie sik Sais are '<'s 0.45 0.53° 
BOO cnc waa woe 0.70 0.86 
672 (Peritectic).... 3.0 Se65 


« Extrapolated. 
+ Interpolated. 
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purpose; the bulb is then lowered, the 
stirring apparatus mounted and the at- 
tachment made with the central tube 
(c of Fig. 3-2). The melt thermocouple is 
inserted and supported so that its junction 
is about 34.5 in. above the bottom of the 
central tube. The alloy is brought to 
temperature, stirred, and allowed to 
separate, into its two phases by the same 
general procedures as have been described 
for the open-tube method. For sampling, 
the are done in 
quick succession: the melt thermocouple 
is removed and slowly replaced by a flat- 
end breaker rod or tube, tit e, Fig. 3-J, is 
broken to admit air to the bulb and bring 
it to atmospheric pressure; the breaker 
rod is shoved sharply downward about an 
inch, breaking the bottom from the central 


following operations 


TaBLE 3.—Experimental Data of the Zinc-rich Zinc-copper Liquidus Determination 


oe a 


Observed Tem- Weight Duta Plotted in Fig. 7 
perature, Deg.C.| Per Cent Cu 
1000 Atomic Per 
Equilibrium Approached from | Admit- Abs. Temp.¢ Cent Cu 
Mini- | Maxi- | Analy- ted Vari- 
mums? | mum? ats ee ate Mini- Maxi- Mini- | Maxi- 
natysis) mum mum mum | mum 
Supersaturation.........-------+--- 427.2 | 431.3 £277, 0.05 | 1.429, | I 4186 tees] 1.87 
427,2 | 432-3 1.72 | £0.05 | 1.429, | I 4186 Gay 1.82 
427.2 | 431.3 1.82 +£0.05 | 1.429, | I 4186 1.82 1.92 
Undersaturation.......-------+++++- 439.5 | 441.1 1.99 | +0.05 | 1.404, 1.399, I.99 2.10 
439.5 | 441.1 2.04 40.05 I 404, 1.399, 2.05 2.15 
439.5 | 441-1 2.08 | £0.05 | 1.4045 | 1.399, 2.09 2.19 
Supersaturation?........----+--++-- 529.8 | 530.2 5.68. |) 40205, | 2 240% 1.244) 5.78 5.88 
529.8 | 530.2 5.70 +0.05 | I 246° 1.244) 5.80 5.90 
529.8 | 530.2 5273) || 20.05 | + 246% 1.244, 5.83 5.93 
529.8 | 530.2 §.74 | 20.05] I 2465 1.244, 5.84 5-94 
528.3 | 530.1 5.66 | +0.05 | I 2486 1.244, 5.76 5.86 
528.3 | 530.1 5.67 +0.05 I 2486 1.2445 ee i 5.87 
528.3 | 530.1 5.67 +0.05 I 2486 1.244) Sir 5.87 
528.3 | 530.1 5.66 +0.05 | I 2486 I 244, 5.76 5.86 
THE, eevee lo Hele SeAs ie 585.9 | 587.6 9-73 | £0.05 | 1-164 I. 161 9.93 | 10.03 
eget aad 385.9 587.6 9.70 +0.05 | I 1648 I 1615 ee Io Be 
SEIT ein cis eo eles eae 2, ov 504.1 | 595.0 | 10.54 | £0.05 | 1.153 T.t5t 10.7 pas) 
oe 504.1 | 595-0 | 10.52 6-057 ||| x 1536 I 1513 10.74 | 10.84 
594.1 | 595.0 | 10.57 0.05 | 1.153g | 1.1513 10.79 | 10.89 
594.1 | 595.0 | 10.58 +0.05 | 1.153, | I 1513 10.80 | 10.90 


« Same as footnote a; Table t. 
b Same as footnote b, Table 1. 
¢ Same as footnote c, Table 1. 
4 Open-tube method with hydrogen atmosphere. 


-tub ethod. The tube was not sealed immediately, but a methane atmosphere was maintained in it 
wee, atte witieli a sample of the melt was obtained through the filler tube and the tube was then sealed off. 


The sample analyzed 11.9 per cent Cu. 
¢ Sealed-tube method. 


again evacuated. The filler tube is sealed 


off at x, Fig. 3-7, with a torch after the 
bulb has been raised enough for that 


tube and the sampling-tube tits. The bulb 
is removed from the furnace and the 
breaker rod is first shoved down to break 
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the top of the drainage tube, then raised sample. The absolute accuracy of these 
to allow the melt to run out. The bulb is has not been established, but great care 
then cooled and broken and the samples has been taken to ensure a high order of 
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from undersaturation. 
Indicates that equilibrium was approached 
from supersaturation. 


Thermal Analysis Results: 
----0-- Ruer and Kremers 
Schramm 

Anderson, et al 


f= ofett3 
10 00 
Atomic Per Cent Copper in Zinc 
_. Fic. 7.—Liquipus OF zINC-RICH ZINC-COPPER ALLOYS. 

Plotted as logarithm of atomic per cent of copper versus reciprocal of absolute temperature. 
are removed and analyzed as in the open- accuracy and recognized possible errors 
tube method. have been indicated on the plots by using 
boxes instead of points. Besides the 
estimated variation of analysis from true 

The data are the temperature of sampling composition and an over-all allowance of 
and the analyzed composition of the +o. 5°C. for the several possible errors 


PRECISION OF MEASUREMENT 


GERALD EDMUNDS 


involved in measuring temperature, the 
temperature dimension of these boxes 
takes into account the observed maximum 
departure over the last several hours 
from (1) the maximum temperature ever 
observed on a run approached from 
undersaturation or (2) the minimum 
temperature ever observed on a run 
approached from supersaturation. The 
observed maximum and minimum values 
- may not represent the true range, since 
no continuous record of high sensitivity* 
was kept; however, usually the large 
variations occurred as a result of some 
attention to the experiment and observa- 
tions could then be made. The fact that 
straight lines or smooth curves can be 
drawn to agree with all of the boxes for 
the plot of any liquidus branch is con- 
sistent with the allowances made. 


Liguipus oF SysTEM ZINC-IRON FROM 
422° TO 607°C. 


The report on the liquidus of the zinc- 
iron system by Truesdale, Wilcox and 
Rodda! affords a basis for comparison of 
improved techniques. Also, the data of 
these authors depart somewhat from 
linearity,? particularly at the lowest 
temperatures and where the least departure 
would be expected, on a plot of the loga- 
rithm of atomic composition x versus the 
reciprocal of the absolute temperature 7, 
and it was desired to test this relationship, 
since it could be useful in establishing 
eutectic compositions and in indicating 
other phase changes in alloys. 

Alloys were made from a special lot of 
C.P. grade zinct and intermediate alloys 
containing 0.1 or 4.1 per cent of Armco 
iront alloyed with the same lot of C.P. 

* A continuous Tapalog record was kept to 
spot any large variations; for example, one due 
to a temporary power interruption. 

1 References are at the end of the paper. 

+ Principal impurities, other than 0.0005 per 
cent Fe, are 0.0001 per cent Pb and 0.000027 
per cent Cd. ; 

t Typical analysis (see p. 3 Of Lelea nC; 


0.012 per cent; Mn, 0.018; P, 0.004; S, 0.022; 
Cu, 0.044; Si, trace. 
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grade zinc. The open-tube method of 
liquidus determination with Pyrex glass 
equipment was used substantially as it is 
described above. The data obtained are 
given in Table 1 and Fig. 6. The results 
are all representable by a straight line 
on the Inx versus 1/7 graph. A com- 
parison of liquidus values from this and 
the Truesdale, Wilcox and Rodda in- 
vestigation is given in Table 2. Considerable 
differences are noted near the eutectic 
(these values influence the determination, 
by extrapolation, of the eutectic com- 
position) and at 600°C. By extrapolating 
to the 672°C. peritectic horizontal, the 
liquidus composition is 3.,, per cent Fe, 


agreeing with the value 3.0 per cent Fe 
reported by Truesdale and his co-workers. 
It may be significant that while this 
straight-line extrapolation of the Inx 
versus 1/7 graph departs considerably 
from the liquidus values between 575° 
and 650°C. reported by Truesdale et al., 
the value at 672°C. agrees, and those 
investigators had used a different procedure 
for this and higher temperatures than 
for the lower temperatures. 


Liguipus OF SYSTEM ZINC-COPPER FROM 
427° TO 594°C. 

The liquidus for zinc-rich zinc-copper 
alloys has been determined from the 
cooling curves of thermal analysis by 
Ruer and Kremers,? Schramm,‘ and 
Anderson et al.§ The data obtained by 
these investigators for temperatures up 
to 600°C. have been converted to appro- 
priate units and plotted as the Inio « versus 
1000/T in Fig. 7. 

A few determinations have been made 
by the procedures described in this report. 
The zinc was from the same special lot 
of C.P. grade used for the iron alloys, and 
the copper was electrolytic. The results 
are given in Table 3 and are included 
on Fig. 7. 

The new data fall upon a straight line 
on the Inx versus 1/7 plot and this line 
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lies slightly above the lines drawn to 
represent the published data obtained by 
the cooling-curve method. The difference 
is small and in the direction expected; 
that is, the values reported from cooling 
curves are probably slightly low because of 
supercooling. 


Zn-Fe alloys. The results are given in 
Table 4 and Fig. 8. 

Before enough data were obtained to 
establish this liquidus curve, the investiga- 
tion was discontinued. The results that 
were obtained do not lie upon a straight 
line on the Inx versus 1/7 plot; they do 


TaBLE 4.—Experimental Data on the Zinc-rich Zinc-manganese Liquidus Determination 


Observed Tem- Weight Data Plotted in Fig. 8 
perature, Deg. C.| Per Cent Mn 
___ 1000 Atomic Per 
Equilibrium Approached from Admits Abs. Temp.¢ Cent Mn 
Mini- | Maxi- | Analy- |ted Vari- 
mum? | mum? sts ation in| Wini- Maxi- Mini- | Maxi- 
Analysis mum mum mum mum 
Undersatwratiom. 225. 4.c0e0 0 vn ee en 440.5 | 443.0 7-70 | 05058) 2 -402, 1.395. 1.96 2.08 
440.5 | 443.0 1.69 | 0.05 1.4025 1.3952 1.95 2.06 
Sipersatiratiomaas a0. cise ae 444.0 | 448.2 Fok +- O05 |) £-39052 1.3857 2.09 2-25 
444.0 | 448.2 1.82 210.05 |) L305" 1.385) 2.10 ga 28 
SuUpersaturatloma wields eter 484.8 | 485.5 3-42 +0.05 I. 3203 1.3173 3-99 4.10 
484.8 | 485.5 0.604 x x x a a 
Wiridersaturatiomenireiamecra a enaete 526.2 | 528.5 5.42 | +£0.05 1.251) 1.246, 6.33 6.44 
526.2 | 528.55 5-41 O05 1.2519 1.246, 6.32 6.43 
Supersabuvationn sera. eieciee seine 527.0) 527, 3¢ 5.50 | £0.05 | 1.2506 1.2486 6.42 6.54 
Sar OPerTese Gite +005 I. 2506 1.248 6.46 6.57 
Unidersatuna tioaten ein iar iene S743 | SISHE 8.42 | £0.05 I. 180g r.174, 9.81 9.92 
, 574-3 578.1 8.45 +0.05 I. 180g 1.174, 9.84 9.96 
Supersaturatiowis 2.25 ave aceon oe 581.3 582.5/| 8.64 = O705 I.171) 1.168, 10.06 10.1, 
Supercsatunatioteyas aierierae oes 796.9 | 800.9 | 23.45%} +0.05 | 0.936 0.931 20.7 26.8 


2 Same as footnote a, Table 1. 
6 Same as footnote b, Table 1. 
¢ Same as footnote c, Table 1. 


4 Obviously incorrect; probably the tit accidentally broke from the sampling tube before the regular sam- 


pling. ; 
e Only three hours of settling. 
f Only eleven hours of settling. 


9 No calibration was made of the thermocouple. The conversion was made from the standard Leeds and 


Northrup chart. 


4 This alloy probably was contaminated slightly through accidental breakage of the thermocouple protection 
tube and consequent solution of part of the thermocouple. 


Accepting the peritectic tempera- 
tures as 424° and 600°C., the respective 
liquidus compositions are 67 and IL.) per 


cent Cu. 


OF SYSTEM ZINC-MANGANESE 
FROM 440° TO 800°C.* 


LIQuUIDUS 


The manganese of Zn-Mn alloys reacts 
with the atmosphere, necessitating the 
use of the sealed-tube method for the 
liquidus determination. The alloys were 
made from electrolytic manganese, broken 
cathode sheet,® and the same special lot 
of C.P. grade zinc that was used for the 
"* The furnace and control were not the 


same as were used for the Zn-Fe and Zn-Cu 
determinations. 


he along the smooth curve drawn to 
represent them in Fig. 8. It is entirely 
reasonable that the data fit a curve 
rather than a straight line, since the 
epsilon phase of the Zn-Mn system is a 
solid solution.* A discontinuity in slope 
in the curve would indicate a peritectic 
reaction, but a slight discontinuity would 
not be apparent unless many data were 
plotted. 

Early published data on this liquidus 
curve were summarized by Hansen;? 


*The equation Inx = —L/RT + C is de- 
rived with the assumption that L (the molal 
heat of solution) is constant, the solution is 
perfect, and the precipitating phase is a pure 
element or compound (not a solid solution of 
varying composition).? 


GERALD EDMUNDS Dals 


subsequently it was redetermined by in Fig. 8. The thermal analysis data lie, 
thermal analysis by Schramm,’ using as usual, below those determined by the 
99.95 per cent Zn and 96.5 per cent pure equilibrium sampling method. 


att 


—D Indicates that equilibriun was 
approached from undersaturation, 

p~— Indicates that equilibrium was 
approached from super- 
saturation. 
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Thermal Analysis Results: 
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Fic. 8.—Liquipus OF ZINC-RICH ZINC-MANGANESE ALLOYS. 
Plotted as logarithm of atomic per cent of manganese versus reciprocal of absolute temperature 


Mn, and by The New Jersey foaite. (Crop 
(of Pa.) (unpublished data) using Special 
High Grade Zinc and electrolytic man- A technique for the accurate determina- 
ganese. The results of the last and a few _ tion of liquidus points in zinc alloys has 
points from Schramm’s curve are shown — been described. This involves bringing a 


SUMMARY 
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partly molten, partly solid alloy to equilib- 
rium and removing and analyzing a 
sample of the melt. By use of a special 
sealed container, alloys that are volatile 
or reactive with the atmosphere have 
been included for investigation. 

Points on the liquidus curves have been 
determined for the systems: 


Zn-Fe from 422° to 607°C. 
Zn-Cu from 427° to 594°C. 
Zn-Mn from 440° to 800°C. 


In the-Zn-Fe system, the eutectic 
composition is 0.012, weight per cent Fe. 


In the Zn-Cu system, the liquidus 
compositions at the 424° and 600°C. 
peritectics are 1.64 and 11., per cent Cu. 
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DISCUSSION 
(John Ruzicka presiding) 


F. N. Rutnes,* Pittsburgh, Pa—I think 
that this paper is something of a classic, 
inasmuch as it represents a very ingenious 
adaptation of what was regarded as the classic 
method of determining liquidus curves 50 years 
ago to metals that heretofore have resisted 
the method. It is technically very sound, and 
I think that the approach is most interesting. 


W. L. Finx,t New Kensington, Pa.—This 
method is really very useful. I think in general 
it gives more accurate results than can be 
obtained by cooling-curve methods, particu- 
larly when the slope of the liquidus curve is very 
steep. 

We have used the method extensively in 
working on aluminum diagrams. We did not 
use quite the refinement of technique that 
was used here, and of course, we are unable to 
use glass or silica in contact with aluminum. 
It was necessary to use graphite crucibles and 
graphite stirring rods instead of the glass. 

We did employ larger melts than were used 
by the author. That has the advantage of 
enabling one to take more samples without 
running out of material. We were able to 
take samples after two or three intervals at 
each temperature. If they all checked, we 
were confident that equilibrium had been 
attained. With this double check on equilibrium, 
the points all fall on the curve. That is an 
advantage. 

There is an incidental use that can be made 
of the unused portion of sample that finally 
solidifies. By the time the experiment is 
completed, there will be some very large 
pieces of constituent at the bottom of the 
container, which (provided no peritectic was 
encountered) can be chemically separated 
and analyzed to determine the composition of 
the primary phase. It is advisable after the 
chemical separation to examine the pieces of 
constituent under the microscope and select 
enough well-formed, clean particles for the 
chemical analysis. 

I would also like to call attention to the 
method of plotting the solubility curve (the 

*Department of Metallurgy, 


Institute of Technology. 
+ Aluminum Research Laboratories. 


Carnegie 
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reciprocal of the absolute temperature against 
the logarithm of the concentration). It is very 
useful. It has been mentioned a number of 
times in the literature, but it has not been used 
as much as it should be. Generally speaking, 
the solubility curves are straight lines when 
they are plotted this way. 

From the assumptions that are made in 
derivation of the equation one really would 
not expect straight lines as often as they are 
obtained. In our own work we suspect there 
is something wrong with the work if we do not 
get straight lines, and check the results 
thoroughly before we are willing to believe 
that the liquidus line is curved. 
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Sometimes a curved line indicates the 
presence of one or more peritectics. If the 
points are taken close enough together it is 
possible to show definitely that the liquidus 
is a series of straight lines, and that the 
intersections of those lines determine the 
peritectic temperatures very closely. 


G. Epmunps (author’s reply).—The methods 
of taking successive samples from a single 
melt, and of separating and analyzing the 
precipitate phase, both as discussed by Dr. 
Fink, have been employed on zinc alloys, 
but not for the particular cases reported in this 
paper. 


Rolled Zinc-titanium Alloys 


By E. A. ANDERSON,* Member, E. J. BovtE* anp P. W. RamseEy,* JUNIOR MEMBERS A.I.M.E. 


(New York Meeting, February 1944) 


Onty a few zinc-rich alloys are in 
commercial use today, and these depend 
largely upon solid solution effects for their 
desirable properties. Typical examples are 
rolled alloys containing about 1 per cent 
of copper, with or without additions of 
elements such as magnesium,! and die- 
casting alloys containing about 4 per cent 
of aluminum with small amounts of mag- 
nesium and sometimes copper.’ 

A number of elements are capable of 
forming alloys with zinc, which do not 
enter into solid solution except in limited 
degree. The present paper considers one 
such system, zinc-titanium, in which 
alloys having potentially useful properties 
in the rolled form were found. 


ZINC-TITANIUM SYSTEM 


The zinc-rich portion of the zinc- 
titanium diagram, as determined by 
standard methods in this laboratory,’ is 
shown in Fig. tr. 

The portion of the diagram of sig- 
nificance in the present work extends 
from o to about 0.5 per cent titanium. 
Gebhardt? places the eutectic at 0.45 per 
cent, but the evidence in favor of the 
composition given in Fig. 1 is considerable. 

The solid solubility of titanium in 
zinc is very low indeed and_ possibly 
places these alloys in a somewhat differ- 
ent category from the commercial alloys 
previously mentioned. 

Manuscript received at the office of the 
Institute Nov. 30, 1943. Issued as T.P. 1687 in 
Merats TECHNOLOGY, February 1044. 

* Research Division, Technical Department, 


as New Jersey Zine Co. (of Pa.), Palmerton, 
a 


1 References are at the end of the paper. 


ALLOY PREPARATION 


All of the alloys used in this work were 
prepared with titanium metal] of 98.9 per 
cent purity. In most cases high-purity 
zinc (99.99 per cent) was used but suffi- 
cient work was done later to show that 
zinc of about high-grade composition 
would yield approximately equal results. 
Best practice in alloy manufacture seemed 
to be to prepare a zinc-titanium hardener 
by adding about 4 per cent of titanium 
metal to molten zinc and holding under a 
boric acid cover, with frequent stirrings, 
at 750°C. until the titanium had dissolved. 
The desired titanium content could readily 
be obtained in the final alloy by adding 
the calculated amount of this hardener. 
The alloys proved to be quite stable in 
composition, unless overheated, and, with 
reasonable temperature control, required 
no cover or flux to prevent loss of titanium 
content by oxidation. 


HotT-ROLLING TESTS 


Three alloys containing, by analysis, 
0.05, 0.12, and o.23 per cent titanium 
were selected for preliminary study. Slab 
cross sections revealed a marked grain 
refinement* (Fig. 2) in the two alloys of 
highest titanium content. Cast unalloyed 
zinc has a columnar grain structure 
similar to that shown for the alloy of 
lowest titanium content but without the 
scatter of small equiaxed grains at the 
center. 

*The presence and extent of this grain 
refinement was later found to be influenced 
by the presence of other elements, such as 


lead. No relationship between slab grain size 
and the properties of rolled strip was noted. 
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Fic. 2—EFFECT OF TITANIUM ON GRAIN STRUCTURE OF CAST ZINC. X APPROX. 94. 
Top, 0.05 per cent Ti; middle, 0.12 per cent; bottom, 0.23 per cent. 


280 ROLLED ZINC-TITANIUM ALLOYS 


These slabs were hot-rolled to 0.02 in. 
in a 12-in. diameter mill with a final coil 
temperature of about 200°C. The bars 
rolled easily and produced strip of good 
surface quality. 

The rolled product was subjected to 
the normal routine tests for mechanical 
properties, including determinations of 
creep rate. Typical properties are listed 
in Table 1.* Included, for comparison, 
in this and many of the subsequent tables 
and figures are data for a typical solid 
solution type alloy, 99 per cent Zn, 1 per 
cent Cu. 

The most interesting observations at 
this stage of the work lay in the creep 
data.| These are best seen in Fig. 3, 
where the inverse creep rates are plotted 
against stress on a log-log basis for a 
typical zinc-titanium alloy and the 1 per 
cent copper alloy. The difference in slope 
of the curves for the two alloys is striking. 
That this difference is inherent has been 
demonstrated by the fact that all of the 
many zinc-titanium alloys tested in this 
work as well as a series of zinc-iron alloys 
(a comparable system) gave test curves 
almost parallel to that shown here while 
several alloys of the solid solution type 
(zinc-cadmium, zinc-copper, zinc-manga- 
nese, etc.) gave test curves essentially 
parallel to that shown for the 1 per cent 
copper alloy. 


* With-grain tensile tests were made on 
specimens whose length lay in the rolling 
direction. In the with-grain bend tests, the 
axis of the bend lay in the rolling direction. 
Across-grain tests were made on specimens 90° 
from the rolling direction in the plane of the 
strip. In all subsequent tables and figures, 
only the with-grain direction is considered, 

t All creep tests in this work were made by 
dead weight loading, using the principles but 
not the apparatus discussed by J. Ruzicka. 
In most cases testing was at constant room 
temperature (25°C.). Creep rates are presented 
on an inverse scale as days per per cent elonga- 
tion in order that the more creep-resistant 
materials may be represented by the larger 
values. In general, zinc materials in a reason- 
able stress range tend to produce straight lines 
when log stress is plotted against log inverse 
creep rate, but the relationship must not be 
taken for granted. 
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TABLE 1.—Composition, Mechanical Properties and Inverse Creep Rates for Hot-rolled Zinc-titanium Alloys and 1 Per Cent Copper Zinc 


e bend in multiples of sheet thickness. Small values indicate better bending properties. 


¢ Hot rolled, analogous to Zn-Ti treatment. 


pecial zinc. 
per cent total elongation. Values recorded represent the slope of the line joining the origin of the curve of time vs. elongation with 


the final recorded point. Values probably lower than true values. 


2 Alloys prepared with Horse Head S 
+ Values represent the diameter of th 


¢4 Tests not run to the usual 6 
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Fic. 4.—COoIL TEMPERATURE VS. INVERSE CREEP RATE FOR ZINC-TITANIUM ALLOY. 
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The effect of the difference in slope is 
to place the zinc-titanium alloy in a 
position of increasingly superior creep 
resistance as the stress is decreased. The 
validity of extrapolations to very low 
stresses may be questioned, but the few 
data available indicate that the extrapola- 
tion is on the safe side for the zinc-titanium 
alloys. 


EFFECT OF ROLLING TEMPERATURE 


In the early stages of this work, it 
was observed that relatively wide varia- 
tions in creep rate at a given stress seemed 
to correlate with the temperature of 
rolling. This correlation was verified in a 
series of tests on a single alloy (0.11 per 
cent Ti) which was rolled to final gauge 
with a range of final coil temperatures. 
The data are plotted in Fig. 4. 


SELECTION OF ALLOYS FOR CONTINUED 
WorRK 


In order to permit a wider range of 
conditions of rolling, heat-treatment, test- 
ing, and so forth, to be considered, it was 
desirable to reduce the alloys under 
consideration to one composition. The 
choice was made of the alloy containing 
0.10 to 0.15 per cent titanium with a 
nominal o.12 per cent titanium. This, 
it will be recognized, is the composition 
of the eutectic and is the highest titanium 
content that will permit freedom from 
relatively coarse zinc-titanium compound 
particles. All experiments referred to in 
the remainder of the paper were carried 
out with this alloy. 


EFFECT OF ROLLING CONDITIONS ON 
PROPERTIES 


The hot-rolled alloy had properties of 
interest (Table 1). It fabricated well but 
fell slightly short of the commercial zinc 
alloys in drawing properties. It was 
found that a final 50 per cent cold-rolling 
would cause sufficiently better drawing 
properties to make the alloy of commercial 


ROLLED ZINC-TITANIUM ALLOYS 


interest. As will be discussed later in the 
paper, the decrease in creep resistance 
brought about by this cold-rolling could 
be overcome by subsequent annealing. 
The effect of this rolling treatment on the 
properties may be seen in Table 2. 


TABLE 2.—Mechanical Properties of Zinc- 
titanium Alloy as Influenced by Rolling 


Treatment 
Inverse 
Creep 
Tensile | Elon- Rate 
4 oscope|Strength,|gation,| 8000 
Alloy Rolled Lb. per | Per | Lb. per 
ness | Sq. In Cent | Sq. In., 
Days per 
Per Cent 
Zn-Ti Hot 21 19,700 34 roo 
Zn-Ti Cold 15 17,900 39 Te) 
Zn-1t % Cu} Hot 17 23,700 ae .9 
Zn-I % Cu} Cold 25 28,000 54 253 


@Zn-Ti alloy, 50 per cent cold final reduction; 
Zn-Cu alloy, 20 per cent. 


The data in Table 2 reveal the unusual 
effect in the zinc-titanium alloy of cold- 
rolling effecting a softening and weakening 
as compared with hot-rolled material. 
The work-hardening revealed in the 1 per 
cent copper alloy is, of course, the normal 
experience. The softening effect in the 
zinc-titanium alloys is reproducible, as 
are the interesting microstructures shown 
in Figs. 5 and 6. 

Photomicrographs of the hot and cold- 
rolled 1 per cent copper alloy (Figs. 7 
and 8) show the former to be well re- 
crystallized and the latter to be cold- 
worked. The zinc-titanium alloy, on the 
other hand, appears free of cold-working 
in the cold-rolled state, an observation 
that is consistent with the properties 
obtained. 

Redraw tests showed that as many as 
four redraws could be made without inter- 
mediate anneals and with at least 95 per 
cent recovery. This again is consistent 
with the evidence that this type of alloy 
does not work-harden. 

Basal-plane pole figures of the two alloys 
in the cold-rolled condition are shown in 
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Figs. 9 and ro. The 1 per cent copper 
alloy used in this case contained also 
0.01 per cent magnesium. 

The orientations shown in Fig. to are 
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properties has not been fully evaluated 
as yet, but no strong connection seems 
evident. The orientation effect also ap- 
peared in hot-rolled zinc-titanium alloys 


Fic. 5.—ZINC-TITANIUM ALLOY, HOT-ROLLED. X 200. 

Fic. 6.—ZINC-TITANIUM ALLOY, COLD-ROLLED. xX 200. 

Fic. 7.—ZINC AND ONE PER CENT COPPER, HOT-ROLLED. X 200. 
Fic. 8.—ZINC AND ONE PER CENT COPPER, COLD-ROLLED. X 200. 


normal for zinc materials. The appearance 
of a high population of basal planes normal 
to the rolling plane and lying in the rolling 
direction (Fig. 9) is unusual and has 
never before been seen in this laboratory 
in zinc. The significance of this orientation 
of directionality of 


texture in terms 


and was not removed for any rolling treat- 
ment by subsequent annealing. 


EFrrects oF ANNEALING 


Contrary to experience with zinc, the 
zinc-titanium alloy has been found not 
to grow excessively large grains when 
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annealed (see Figs. 11 and 12). Anneals are not harmed by annealing and, most . 
up to 24 hr. duration at temperatures important, the high creep resistance | 
up to 400°C. failed to produce grain noted in the hot-rolled alloy that was 


7 NSD 
ROS 


Fic. 9. Fic. ro. 
Fic. 9.—BASAL-PLANE POLE FIGURE FOR ZINC-0.12 PER CENT TITANIUM ALLOY COLD-ROLLED. 
Plane of projection is rolling plane. 
Fic, 10.—BASAL-PLANE POLE FIGURE FOR ONE PER CENT COPPER, 0.01 PER CENT MAGNESIUM ALLOY 
COLD-ROLLED. 
Plane of projection is rolling plane. 
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Fic. 11. 

FIG, 11.—ZINC-TITANIUM ALLOY, 50 PER CENT COLD REDUCTION. X 200. 

Fic. 12.—ZINC-TITANIUM ALLOY 50 PER CENT COLD REDUCTION FOLLOWED BY ANNEAL OF FIVE 
MINUTES AT 275°C. IN OIL. X 200. 


FIG. 12: 


structures substantially coarser than that sharply reduced by cold-working was 
shown in Fig. r2. Further, it has been found to be largely restored by suitable 
found that ductility and other properties heat-treatment (Table 3). 
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The improvement in creep resistance 
of the zinc-titanium alloy due to the 
annealing treatment and the small decrease 
in the zinc-copper alloy are of interest. 

Annealing experiments involving a range 


ae Ce 
° 


t 


WITH GRAIN CREEP RATE, 


pays / 


° 


7, 12.000 PSI. 
fe) 


‘of some interest, 
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cold-worked fabricated articles. It was 


therefore, to explore 


the extent of changes due to annealing in 
specimens representing the actual fabri- 
cated piece. 


Fic, 13.—EFFECT OF ANNEALING TEMPERATURE AND TIME ON CREEP RESISTANCE OF ROLLED 0.12 
PER CENT TITANIUM ALLOY AT STRESS OF 12,000 POUNDS PER SQUARE INCH. 


of times and temperatures indicate that 
much larger improvements in creep resist- 


TaBLE 3.—Effect of Annealing for Five 
Minutes at 275°C. on Properties of Cold- 
rolled Zinc-titanium Alloy 


ee — 


Inverse 
Tensile / Creep Rate— 
Strength, Elongation, | 8000 Lb. per 
es er Per Cent a im, 
q. In. ays per 
Alloy Per Cent 
As An- As | An- As An- 
Rolled |nealed |Rolled|nealed Rolled/nealed 
Zn-Ti I7,900| 18,500] 39 40 1.2 | 36 
Zn-1 % Cu| 28,000] 20,400] 54 49 2.3 | 0.95 


SS oe ”~—S 


ance are possible by the use of lower 
annealing temperatures (Fig. 1 3). 


CREEP TESTS ON SPECIMENS CuT FROM 
DRAWN CUPS 


It was realized that the decrease in 
creep resistance resulting from cold-rolling 
must also occur in drawn or otherwise 


For the purpose, first-draw and redraw 
cups were available in sizes permitting 


TABLE 4.—Creep-resistance Data on Speci- 
mens Cut from First-redraw Cups, 
8000 Pounds per Square Inch 


i 


Inverse Creep Rate, 
Alloy Condition Days per Per Cent, 
First-redraw Cups 
Zn-Ti As drawn 4.2 
Zn-Ti 5 min. at 275°C. 140 
Zn-Cu As drawn 0.18 
Zn-Cu 5 min. at 275°C. 2.2 


rs en 


the cutting of circumferential specimens of 
standard size. In the early tests, specimens 
were cut to include, separately, the original 
rolling direction and the original transverse 
direction in the test section. Since the 
original grain direction seemed to have 
only limited influence on the creep resist- 
ance of drawn cups, all of the later work 
was done with specimens having the 
original rolling direction in the test area. 
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Tests of this sort furnished results 
(Table 4) confirming those obtained on 
strip; that is, low creep resistance as 
cold-worked and an important improve- 
ment when annealed. It seems quite 
feasible to produce formed articles of 
good creep resistance from these zinc- 
titanium alloys by using cold-rolled strip 
to facilitate drawing and relying on a 
final heat-treatment to attain maximum 
creep resistance. 


STABILITY OF PROPERTIES ON AGING 


Some of the curves in Fig. 13 show a 
decrease in creep resistance with time at 
annealing temperature after an initial 
peak has been reached. This observation 
caused some concern about the retention 
of maximum creep resistance during 
room-temperature and elevated-tempera- 
ture service aging. Tests to explore this 
are being carried out on cold-rolled strip, 
annealed 5 min. at 275°C. Included in 
these tests are creep determinations at 
3000 lb. per sq. in. stress at 150°C. The 
data to date are compiled in Table 5. 


TABLE 5.—Creep and A ging Tests at Elevated 
Temperature on Zinc-titanium Alloy 


Inverse Creep Rate, 
Days per Per Cent 
Aging Treatment = 

Test at Test at 
ge°C. 150°C 

12,000 Lb 3000 Lb 

per Sq. In. | per Sq. In 
IN (oye LIne ar eee reers oie acta te 0.36 4.75 
OOO) beat LG Os Gere wires 0.52 5.74 
TOOO hi: ab TOO" Gre. rel 0.62 4.91 
I yr. at room temperature... 0.23 5.40 


4 [nitially cold-rolled and annealed 5 min. at 275°C. 


Any aging effect taking place during the 
tests to date is of insignificant consequence. 


DISCUSSION OF RESULTS 


The writers have no final theory to 
offer in explanation for the observed 
results cited in the paper. The restricted 
grain growth during annealing probably 
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is caused by interference of zinc-titanium 
compound particles rolled out into more 
or less continuous streaks. The peculiar 
brick-wall-like structure shown in Fig. 12 
seems to be a result of this rolling. 

The creep data, on the other hand, 
seem inexplicable at this time. One might 
hypothesize that the higher creep resist- 
ances produced by hotter rolling (Fig. 4) 
are associated with increased titanium 
in solid solution. This would explain also 
the loss in creep resistance during cold- 
rolling, which would be expected to dis- 
charge the titanium from solid solution. 
Likewise, resolution of titanium might 
be advanced to explain the improvement 
brought about by subsequent annealing. 

This line of approach fails, however, 
to explain why the highest creep values 
were obtained at intermediate annealing 
temperatures (see Fig. 13) or why some 
of these time-temperature curves show 
maxima. A possible explanation might 
lie in a combination of solid solution 
stiffening of the zinc lattice with variable 
additional slip resistance by streaks of 
compound particles. Long annealing at 


higher temperatures might well cause 


sufficient coalescence of the compound — 


particles to account for the decreases 
subsequent to the maxima in Fig. 13. 
The writers are unwilling to accept this 
explanation at this time. 
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DISCUSSION 


(John Ruzicka presiding) 


W. L. Fryx,* New Kensington, Pa—I 
wonder if the author has made an effort to 
correlate creep with grain size in these samples. 
The grain size plays such an important part 


in determining the creep rate in other alloy 


systems that I would suspect that it might 


“have the same effect here. 


_j. R. Darsen,t Hammond, Ind.—The 
improved creep resistance of zinc containing 
titanium discussed by the authors has been 
previously shown (John R. Daesen Patent 
No. 2317179, issued April 20, 1943) to be 
effective in zinc containing copper, in which 
alloys the improved creep resistance is accom- 
panied by much greater strength and hardness 
than is caused by additions to zinc alone. 
Similar improved creep resistances occurring 
at higher heat-treating temperatures are 
there shown to result from additions of higher- 


_ melting-point metals, which, like titanium, 


are sparingly soluble in the zinc-copper alloy. 


E. A. Anperson (author’s reply).—The 
point that Dr. Fink has raised is an excellent 


one. It is not one in which we have done any 
great amount of work. I regard it as rather 


” 
: 


significant, however, that the very coarse- 
grained structures obtained on the cold-rolled 


material subsequently annealed; that is, rela- 


, 


tively coarse structures give superior creep 
resistance. 

My own belief is that the matter is more 
fundamental than we appreciate, that nothing 
is known of the mechanism by which zinc 
creeps, and my suspicion is that this is indeed 
some type of combination of fact in which the 


* Aluminum Research Laboratories. : 
+ Assistant Plant Manager, Metals Refining 


Co. Division of The Glidden Company. 
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grain-growth restriction and inhibition of 
free motion, by the stringers of compound 
particles, contributes, together with matters 
fundamental to the relatively pure grain 
between the stringers, to produce these effects. 
But I would not argue on any theory that can 
be presented now. We are woefully short on 
facts. 

Mr. Daesen’s discussion is welcome. I 
doubt whether there is any answer we can give. 
It is simply a factual presentation of some 
information. 


J. S. Smart, Jr.* Barber, N. J.—Aside from 
the important factor of grain size, the authors 
have proposed that an increase in creep 
resistance is the result of the solution of a 
precipitated phase. With most metals the 
reverse is generally true. Have the authors 
considered the very likely possibility that 
during the stage where they are postulating 
solution of the precipitate they are actually 
obtaining precipitation, and that the increase 
in creep resistance may be due to the formation 
of this precipitate? 


E. A. ANDERSON.—For zinc alloys of any 
importance the story so far has been one 
almost exclusively of solid solution. For 
example, in the die-casting alloys the addition 
of one per cent copper, which is essentially 
in solid solution, makes a real increase in the 
creep increase of the copper-free alloys, and 
there are many such illustrations, 

I think Mr. Smart has touched on something 
on which we may think out loud for a moment 
—it might be a key to this thing—that is, the 
possibility that we have had precipitation- 
hardening within the grains. Such an effect 
could account for the maximum found in our 
time vs. temperature curves. It is a very 
plausible line of attack. 


* American Smelting and Refining Company, 


The Structure of Anodic Oxide Coatings 


By J. D. Epwarps* AND F. KELLER* 


(New York Meeting, February 1944) 


THE anodic treatment of aluminum pre- 
sents problems of scientific as well as of 
commercial interest.1~* Of particular inter- 
est is the fact that, during the anodic 
oxidation process, the oxide continues to 
form at the metal-oxide interface under any 
oxide previously formed. This has led to 
speculation as to the mechanism involved 
in the formation of the relatively thick 
oxide coatings that are used commercially 
for decorative or protective purposes. 
Furthermore, the ability of certain types of 
oxide coatings to adsorb dyes and other 
substances has stimulated research to 
determine the actual structure of these 
adsorptive coatings. 

It has been found that anodic oxide coat- 
ings on aluminum are composed essentially 
of aluminum oxide. They are formed by the 
action of oxygen ions penetrating to the 
metal surface during the electrolytic 
oxidation treatment. These coatings can be 
formed in a number of different electrolytes, 
as for example, those which contain sul- 
phuric acid, chromic acid, oxalic acid, or 
boric acid. These are the commonest and 
most useful electrolytes employed com- 
mercially. Except for certain specific 
conditions of formation, the coatings in 
general have been found to be amorphous 
alumina, as far as can be determined by 
X-ray or electron-diffraction methods. 

Manuscript received at the office of the 
Institute Dec. 20, 1943. Issued as T.P. 1710 in 
Metacs TecHNOLoGy, April 1944. 

* Aluminum Research Laboratories, Alumi- 
num Company of America, New Kensington, 


Pennsylvania. 
1 References are at the end of the paper. 
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Anodic oxidation processes can be ar- 
ranged in three rather general classes if they 
are grouped in relation to the solvent action 
of the electrolyte on the coating.* In the 
first class, the electrolyte has little or no 
solvent action on the coating that is formed. 
In general, coatings produced under such 
circumstances are nonporous and non- 
adsorptive. In the second class, the electro- 
lyte exerts an appreciable solvent action on 
the coating. These coatings are porous and 
adsorptive. Finally, for the third class, the 
electrolyte tends to dissolve the coating 
about as rapidly as it is formed. This action 
produces electrolytic brightening or anodic 
polishing of the aluminum surface and at 
most leaves only a very thin film of oxide. 

The nonporous and nonadsorptive type 


of oxide film is represented by the coatings — | 


that are formed when solutions of boric 
acid are employed as the electrolyte. It is 
especially significant that these impervious 
films are formed in electrolytes that exert 
little or no solvent action on the coating. 
Where a boric acid electrolyte is used, the 
coating tends to form rapidly, with the 
result that the flow of current is soon 
reduced to substantially zero. This indi- 
cates that the growth of the coating has 
stopped. As a rule, the thickness of the 
coating is roughly proportional to the volt- 
age employed for formation and _ the 
coatings of this type are exceedingly thin. 
In an electrolyte of this type, the coating 


has a high resistance when the aluminum — 


is made anode; consequently, any current 
that may flow (leakage current) is very 
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small. Should the aluminum be made 
cathode, however, a substantial flow of 
current would occur. This asymmetric 
character of this type of oxide coating is 
utilized in 


rectifiers. 


electrolytic condensers 
Several theories have been 
advanced to account for the unique elec- 
trical characteristics of these coatings, but 
these theories are beyond the scope of this 
paper. 

Whereas the growth of a coating formed 
in an electrolyte containing boric acid stops 
when a definite thickness related to the 
voltage is reached, coatings made in some 
other electrolytes—for example, those con- 
taining sulphuric, oxalic or chromic acid— 
continue to increase in thickness as long asa 
suitable electrical potential is applied. 
Commercial oxide coatings formed in these 
electrolytes ordinarily range about 2 to 
16u in thickness. In contradistinction to the 
impervious type of coating, the coatings 
formed in the electrolytes in which the oxide 
has an appreciable solubility are definitely 
porous in character. 

The existence of such pores and their 
size, shape and distribution have been the 
subject of much speculative discussion. 
It seems fairly certain, however, that pores 
play an important role in the formation, 
continued growth, and many other char- 
acteristics of coatings of this type. It is 
considered that the ability of these coatings 
to increase in thickness must depend upon 
the presence of pores of some type to carry 
the electrolyte from the surface of the coat- 
ing close to the oxide-metal interface, so as 
to permit the continued passage of current. 
Furthermore, the fact that these coatings 
will adsorb dye and become colored through- 
out is visual evidence of a porous structure. 

Rummel® has estimated that the pore 
diameter in these oxide coatings is approxi- 
mately o.1u. If this value is correct, the 
pores could not be detected by microscopic 
examination, since the limit of resolving 
power is about 0.24. Despite this fact, how- 
ever, it has been possible by the develop- 


and 
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ment of several new metallographic methods 
to obtain some evidence as to the character 
of the structure of these anodic coatings by 
the use of the optical microscope. 

Period 


of Oxi- 
dation 


10 min. 


_<—<*r ere “2c oe ore, 


15 min. 


30 min. 


45 min. 


ALUMINUM 


60 min. 


go min. 


120 min. 


Fic. 1.—CROSS SECTIONS OF SAMPLES THAT 
SHOW STEP BY STEP FORMATION OF A CON- 
TINUOUS OXIDE COATING FROM A SERIES OF 
ARTIFICIAL PORES SPACED 10% APART. X 250. 


Firms AS SEEN THROUGH THE 
OptTicAL MICROSCOPE 


OXIDE 


By the use of these new methods, it has 
been possible to show in cross sections (Fig. 
1) a step by step development of a con- 
tinuous anodic coating from a series of 
artificial pores spaced about rou apart. 
The dark segments in the photomicrographs 
are cross sections of the growing oxide. The 
bottoms of these segments are roughly cir- 
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cular in contour and the pore center or 
centers are at the center of this circle. 
Growth of the oxide apparently has taken 
place radially from this center. The tops of 


2 


Reena in atone Aen mene 


Fic. 2.—SURFACE SECTION OF SAMPLE 
SHOWING BANDS (DARK) OF OXIDE FORMED AT 
BASE OF CREVICES MADE IN ORIGINAL IMPER- 
VIOUS OXIDE COATING BY BENDING SHEET. 
X 500. 


these oxide segments are not flat but are 
rounded and stand out in relief above the 
adjacent original metal surface. With 
continued passage of current, it is evident 
that the segments increase in both depth 
and diameter, with the ultimate result that 
they meet and merge into a continuous 
coating with a scalloped contour at the 
metal-oxide interface. This is shown in Fig. 
1 by the cross section of the sample that had 
been anodically treated for 90 min. After 
the 120-min. treatment, both surfaces of 
this oxide coating appear relatively smooth 
and straight. This series of photomicro- 
graphs, therefore, is presented as synthetic 
evidence of the way in which a continuous 
oxide coating of substantially uniform 
thickness can grow from a multitude of 
isolated pore centers. 


THE STRUCTURE OF ANODIC OXIDE COATINGS 


The artificial pores mentioned in the 
preceding paragraph were formed in the 
following manner: 

A sample of high-purity aluminum sheet 


“ALUMINUM 


Fic. 3.—CROsS SECTION OF SAMPLE SHOWN IN 
Fic. 2. X I000. 
The segments of oxide that grew from the 
artificial pores show evidence of a structure 
radiating from each pore center. 


(99.95 per cent Al) was first anodically 
treated in an electrolyte containing boric 
acid and borax, to form a thin oxide coating 
on the surfaces of the sample. This coated 
sample was then bent sharply by shearing 
with a pair of tin snips. The sharp bending 
caused the coating to craze near the sheared 
edges; that is, a series of very fine cracks 
developed in the coating parallel to the 
sheared edge. When this sample was subse- 
quently immersed in an electrolyte con- 
taining sulphuric acid, and a suitable 
electrolytic potential was applied, the 
electrolyte penetrated the fine cracks in the 
coating and caused the growth of a small 
segment of oxide at the base of each of the 
cracks or linear artificial pores. A surface 
or plan view of the conformation of the 
oxide at the base of the cracks in the 
original oxide coating is shown in Fig. 2. 
From the results obtained by this pro- 
cedure, it is obvious that the impervious 
film applied first was sufficiently inert in the 
sulphuric acid electrolyte at the tempera- 
ture employed for the second anodic treat- 
ment that it remained unattacked and 
acted as a stop-off. Thus, the oxidation in 
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the sulphuric acid electrolyte was limited 
to the area at the base of the cracks. Under 
ordinary conditions of formation of oxide 
coating, it is thought that the oxide would 
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could be revealed by the microscope, was 
first disclosed by Rummel. He published 
photomicrographs 


showing sections of 


fractured oxide coatings that had distinct 


ALUMINUM SHEET 


Fic. 4—STRUCTURAL DETAILS IN OXIDE SEGMENTS AT HIGHER MAGNIFICATION. 
Original magnification 2500; reduced about }4 in reproduction. 
Attention is directed to the light and dark bands and to the profile at the metal-oxide interface. 


begin to form at points or on small circular 
areas on the metal instead of along lines. 
Thus the oxide formation would proceed 
along a hemispherical front rather than ona 
circular or cylindrical front as is shown. The 
oxide coatings on the specimens used for 
Figs. 1 and 2 were impregnated with potas- 
sium dichromate, to give them increased 
contrast of detail in the photographic 
reproduction. 

The fact that anodic coatings might 
have a fine structure, some details of which 


striations perpendicular to the coated metal 
surface. These striations were observed in 
coatings formed in oxalic acid but not in 
coatings formed in sulphuric acid electro- 
lyte. Bauman’ considered that this was 
caused by a closer spacing of the pores 
and a finer structure in the latter coatings. 

G. W. Wilcox, working at Aluminum 
Research Laboratories, found that by 
impregnating the porous oxide coating 
with potassium dichromate before pre- 
paring the usual polished cross sections 
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for examination, and then by employing 
an etching treatment after polishing, it was 
possible to develop a considerable amount 
of detail in the oxide coating. The struc- 
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consist of two layers—an upper layer, 
dark and without visible structure, and a 
lower layer next to the metal, which shows 
alternate light and dark bands more or 


t 


Fic. 5.—CROSS SECTION OF OXIDE COATING FORMED IN SULPHURIC ACID ELECTROLYTE BY NORMAL 
ANODIC TREATMENT, X 2500. 

The light and dark bands are normal to the sheet surface. The upper part of the oxide coating 
was rounded slightly in polishing; therefore, it is out of focus. 


tural characteristics of such a section 
after etching are shown by Fig. 3. This 
photomicrograph several of the 
segments grown through artificial pores. 
The details of the structure of these seg- 
ments have been brought out by impregna- 
tion with potassium dichromate followed 
by etching in an o.5 per cent hydrofluoric 
acid solution, and are shown by Fig. 4. 
The oxide coating in Fig. 4 appears to 


shows 


less radially disposed toward the centers 
from which growth started. Closer exam- 
ination reveals further details, such as 
small oval or circular markings in the area 
near the upper zone and in other areas. 
Near the oxide-metal interface, a darker 
band is evident. Just beneath this band, 
there appears a delicate tracery, which 
reveals the contour of the advancing oxide 
front. This is the location of the barrier 


J. D. EDWARDS AND F. KELLER 


layer where the significant growth processes 
are taking place, but this layer is too thin 
to be resolved by the optical microscope. 
These and other details in the micro- 
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Fic. 6.—SURFACE OF ALUMINUM SHEET ANODICA 


20 SECONDS AND THEN ETCHED TO REMOVE 
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count of the dark bands in this photo- 
micrograph shows that there are approxi- 
mately 10,700 of these bands per centimeter 
at natural size. On a plane parallel to the 


. * 


oo XS 


=~ hlt 
~s 


Toy. 


LLY COATED IN SULPHURIC ACID ELECTROLYTE FOR 
THINNER PARTS OF OXIDE COATING 


2500; 


White spots are remaining areas of oxide; dark portions are bare aluminum surface. Dark-field 


illumination. 


structure developed by etching require 
interpretation, which at times may be 
highly speculative. 

Considering the bands shown in the 
oxide coating, the conclusion might be 
drawn that they indicate the pores through 
which the electrolyte penetrated and which 
subsequently were stained by impregna- 
tion with dichromate solution. A single 
band, however, does not necessarily repre- 
sent a single pore. These bands appeared 
to be about 0.2 to o.5u wide. This same type 
of banded structure was observed on a 
sample that had received a 60-min. treat- 
ment in a sulphuric acid electrolyte, as 
shown in Fig. 5. On this sample, the 
oxide coating was formed in the normal 
manner instead of from artificial pores. 
The bands, as would be expected, are 
normal to the surface of the sheet. This 
coating also is composed of two zones. A 


metal surface, at right angles to the axis 
of these bands, approximately 10,700 OF 
114 X 10° bands would be intercepted per 
square centimeter. 

It is interesting to compare some of the 
details of Fig. 5 with those of the surface 
section shown in Fig. 6, which is in a 
plane at right angles to that of Fig. 5. 
This section was prepared by polishing 
the surface of a piece of high-purity 
aluminum sheet by metallographic meth- 
ods and then subjecting it to an anodic 
oxidation treatment for 20 sec. in a 
sulphuric acid electrolyte. This led to the 
formation of an oxide coating on the 
polished surface, of an estimated thickness 
of o.1p. Subsequent etching of this coated 
surface with a dilute hydrofluoric acid 
solution produced the results shown. The 
small white areas probably are the oxide 
coating remaining after the etching treat- 
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ment. The dark background is the metal 
from which most of the oxide has been 
dissolved. Apparently the oxide coating 
produced by the 20-sec. treatment was not 


FORMED IN SULPHURIC ACID ELECTROLYTE ON 
HIGH-PURITY ALUMINUM SHEET. X 1000. 

The structure is caused by solvent action 
of the electrolyte. 


uniform in thickness. The areas remaining, 
therefore, are most likely the thicker parts 
of the oxide film. They are assumed to be 
the centers from which the coating started, 
by breakdown of the original natural oxide 


> 


eM i Lice wh bn ok, 
Fic. 8.—SECTION OF OXIDE COATING ON SAME 
SAMPLE AS FIG. 7 POLISHED AT AN ANGLE OF 
45° TO SURFACE OF SHEET. X 1000. 
The structures in the oxide are evident. 
Oxide-metal interface is at bottom. 


coating. An approximate count on this 
sample gives the number of white spots 
as 96 X 10° per sq. cm. This is of the same 
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order of magnitude as the number of bands 
calculated from the examination of the 
cross section of the oxide coating shown in 
Fig. 5. These bands will be discussed 


FIG. 9:—CROSS SECTION OF OXIDE COATING ON 
SAME SAMPLE AS FIGs. 7 AND 8. X 1000. 
Light and dark bands normal to sheet sur- 
face. Oxide-metal interface at bottom. Upper 
portion of this coating is out of focus because 
coating was slightly rounded in polishing. 


again in the light of evidence obtained 
with the electron microscope. 

The structure of the oxide coating shown 
in Fig. 4 is especially interesting. It 
appears to have a cellular structure com- 
posed of walls of oxide surrounding the 
pores or, what is more likely, groups of 
pores. The structure of the oxide near the 
surface, however, has been altered some- 
what by the solvent action of the electro- 
lyte. Partial solution of the walls of the 
oxide tubes has produced a spongelike 
structure. Further illustrations of the 
variations in structure from the surface 
of the oxide to the interface are included 
as Figs. 7 to 9. The first of these figures 
shows the structure of the oxide coating 
as observed on a surface section. The next 
shows the two types of structure developed 
in a cross section that was polished on a 
plane at an angle of 45° to the surface, and 
shows clearly the alteration of the outer 
portion of the coating. Fig. 9 shows the 
structure of a cross section polished on a 
plane perpendicular to the surface of the 
oxide. 


J. D. EDWARDS 


OxipE FILMS AS VIEWED WITH THE 
ELECTRON MICROSCOPE 


Aluminum exposed to air acquires a 
natural oxide film that has been estimated 
to be of the order of o.o1m in thickness. 
When aluminum is made anode in a 
suitable electrolyte and a suitable voltage 
is applied, this natural film breaks down 
and an anodic oxide film begins to grow 
4 _immediately at a great many points on the 
surface. This new film is believed to grow 
to a limiting thickness by the interchange 
of aluminum and oxygen ions across the 
film layer, until the barrier-layer thickness 
of about 0.03 to o.os5u is reached. In 
electrolytes in which this oxide film is not 
appreciably soluble, growth of the film 
ceases when the barrier-layer thickness is 
reached. For electrolytes in which the film 
is soluble, however, innumerable pores 
form in the outer face of the barrier layer 
by attack of the electrolyte and grow in 
depth as the barrier layer continues its 
growth into the metal. Thus the formation 
of relatively thick oxide films is the result 
of a continuation of this process, as long 
as the pores carry electrolyte to the barrier 
layer. 

Although the methods so far described 
give some indications of the fine structure 
of anodic oxide coatings, it has been shown 
that still finer details exist in these coatings, 
which are beyond the resolving power 
of the optical microscope. This was evident 
when thin oxide films were used to reveal 
the structure of metal specimens by means 
of the electron microscope. The method is 
to apply a thin anodic coating to the metal 
specimen, detach the oxide film and use it 
as a replica of the metal surface on which 
it formed. This thin replica is then exam- 
ined with the electron microscope. One 
requirement for an oxide film for this work 
is that it should not have a structure that 
will interfere with the observation of the 
microstructure of the metal sample. 

Investigation of the characteristics of 
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oxide films for use as specimens for the 
electron microscope’ showed that films 
that are insoluble in the electrolytes in 
which they are formed, and that stop 
growing when they reach the thickness 
of the barrier layer, do not show evidence 
of any structure, even at magnifications of 
60,000 diameters and higher. Films that 
continue to grow beyond the barrier-layer 
thickness, because they are soluble, do 
show a characteristic structure, and this 
structure appears to be dependent upon 
the composition and concentration of the 
electrolyte. 

Anodic films formed in ammonium - 
borate or disodium phosphate electrolytes 
appear structureless when viewed with the 
electron microscope, whereas those formed 
in sulphuric, chromic, oxalic, and phos- 
phoric acid electrolytes show definite 
structures. The appearance of the struc- 
tures of several of these films is illus- 
trated by Figs. 10 to 12 inclusive. The pat- 
tern shown by these electron micrographs 
is strikingly similar to that shown in 
Fig. 6 but the structure is considerably 
finer. 

An example of the development of a 
structure in an oxide film formed on 
aluminum (99.75 per cent purity) in a 
sulphuric acid electrolyte is illustrated by 
the electron micrographs shown in Figs. 
3a to 13d, inclusive. The films for these 
illustrations were formed by anodic oxi- 
dation for periods of 3, 5, 15 and 30 
sec., respectively. The coating shown in 
Fig. 13a, which was formed by a 3-Sec. 
treatment, is representative of the barrier 
layer that is formed in this electrolyte. It 
does not show evidence of a structure in 
the coating. The coating from the sample 
treated for 5 sec. begins to show a structure, 
and those from the samples treated 15 and 
30 sec. show well-developed structures 
in the coatings. 

These coatings, which were from about 
0.03 to 0.07M, were removed from the 
aluminum samples by immersing the coated 
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Fig. to. One-min- 
ute treatment at 
74g volts in 7144 
per cent sulphuric 
acid electrolyte 


Tie, im, AN aE 
minute treatment at 
5 volts in 1 per cent 
chromic acid elec- 
trolyte 


Fig. 12. A 5-min- 
ute treatment at Io 
VOltS aD 2 pek 
cent phosphoric acid 
electrolyte 


Fics 10-12.—ELECTRON MICROGRAPHS SHOWING STRUCTURES OF OXIDE COATINGS ABOUT O0.05-¢ 
IN THICKNESS FORMED ON HIGH-PURITY ALUMINUM SHEET. X 110,000, 
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PER CENT SULPHURIC ACID 


MICROGRAPHS OF OXIDE COATINGS FORMED IN A 15 
ELECTROLYTE. X 30,000. 


Fic. 13.—ELECTRON 


a. 3-second coating. b. s-second coating. c. rs-second coating. d. 30-second coating. 
The 3-second coating represents a barrier layer, which shows no structure; the others exhibit a 


typical structure. 
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samples in a saturated solution of mercuric 
chloride for about 30 sec. and then in 
distilled water. Deposited mercury dis- 
solves the aluminum along the interface 
and undermines the oxide film. 


ee Coe eee 


THE STRUCTURE OF ANODIC OXIDE COATINGS 


silica replica, which is used as the specimen 
for the electron microscope, is removed 
by dissolving the polystyrene with ethyl 
bromide. 

An electron micrograph of the cross 


Fic. 14.—ELECTRON MICROGRAPH OF POLYSTYRENE-SILICA REPLICA OF CROSS SECTION OF OXIDE 
COATING MADE IN 25 PER CENT SULPHURIC ACID ELECTROLYTE. X 35,000. 
The vertical lines are about o.o6u apart near interface and probably indicate pore centers 
from which this coating formed on the aluminum. 


Since the structures of the various films 
were of the same type as that shown in 
Fig. 6 but of a much finer order, an attempt 
was made to obtain an electron photo- 
micrograph of a cross section of an oxide 
film like that shown by Fig. 5. To accom- 
plish this, a cross section of an oxide-coated 
sample, coated by the same anodic treat- 
ment as that given the specimen illustrated 
in Fig. 5, was polished and etched and a 
polystyrene-silica replica was made of 
the cross section.? To make this replica, 
the polystyrene was molded against the 
prepared surface, then the polystyrene 
mold was pulled off. A film of silica was 
formed on this replica by evaporation. The 


section of the oxide coating formed in 
a 25 per cent sulphuric acid electrolyte 
is shown in Fig. 14. The structure is of 
the same general type as that shown by 
Figs. 5 and 9 but the details are consider- 
ably finer. The dark vertical bands in this 
specimen are spaced about o.o6y apart 
and probably indicate the location of 
pores from which the coating formed. It is 
significant also that these lines appear to 
get wider as they progress from the inter- 
face. This may be an indication of some 
solvent action of the electrolyte. It is 
probable that large pores form by the 
solution of thin walls between closely 
adjacent pores. The resolution at the oxide- 


a 


DISCUSSION 


metal interface is not good, but there is a 
suggestion of the cupping action that has 
been mentioned previously. 


SUMMARY 


The use of special metallographic tech- 
niques for revealing the structure of anodic 
oxide coatings on aluminum has been 
demonstrated. With these methods con- 
siderable information about the structure 


~ “of an oxide coating and the manner of its 


formation can be obtained. Although a 
characteristic structure can be revealed 
in an oxide coating by microscopic exam- 
ination, it is evident that fine details—for 
example, pore size, pore spacing and 
profile at the metal-oxide interface—are 
beyond the resolving power of the optical 
microscope. 

Data regarding the fine structure of an 
oxide coating have been augmented by 
the use of an electron microscope, which 
has many times the resolving power of the 
optical microscope. Further research is 
contemplated in the application of the 
electron microscope and other means for 
revealing additional details on the structure 
of oxide coatings and the mechanism of 
their formation. 


ACKNOWLEDGMENT 


The authors wish to acknowledge the 
assistance of Mr. George W. Wilcox, who 
worked out the various metallographic 
methods, and that of Dr. A. H. Geisler, who 
prepared the electron photomicrographs. 


REFERENCES 


1. F. Keller and G. W. Wilcox: Anodically 
Oxidized Aluminum Alloys— Metallo- 
graphic Examination. Metals and Alloys 
I 10, 187-195. 

2. eee G. W. Wilcox, M. Tosterud and 
C. J. Slunder: Anodic Coating of Alumi- 
num—Behavior of Alloy Constituents. 
Metals and Alloys (1939) 10, 219-225. 

ae je LD. Edwards: Anodic Coating of Alumi- 
num. Amer. og haere Es Soc. Monthly 
Review (1 ) 26, 513-522. 

ie eee ae and F. Keller: Formation of 
Anodic Coatings on Aluminum. Trans. 
Electrochem. Soc. (1941) 795 135-144. 


299 


Rummel: Growth and Structure of 
Electrolytically Prepared Aluminum Ox- 
ide Layers. Ztsch. Phys. (1936) 99, 518. 
6. W. Bauman: Formation and Structure of 

Electrolytically Produced Oxide Layers 
eae na Ztsch. Phys. (1939) 111, 
708. 

. H. Fischer and F. Kurz: Ultramicroscopic 
Pictures of Anodic Oxide Films on Alumi- 
num and Their Growth. Korrosion u. 
Metallschutz (1942) 18, 42. 

_ F. Keller and A. H. Geisler: Application of 
Electron Microscope to Study of Alumi- 
num Alloys. Preprint, Metals Technology, 
T9444 

R. D. Heidenreich and V. G. Peck: Fine 

Structure of Metallic Surfaces with the 

Electron Microscope. Jnl. Applied Physics 

(1943) 14, 23-29. 


DISCUSSION 
(W. A. Dean presiding) 


C. S. Barretr,* Pittsburgh, Pa.—The 
striking thing about these optical and electron 
micrographs of the same coatings is the differ- 
ence in the scale of the structure that is 
revealed. All the markings in Figs. 10, 11, 
and 12 are too small to be correlated with 
the markings in the optical pictures such as 
Figs. 5 and 6, except for the hazy dark mark- 
ings one inch apart and upwards in Figs. 10 
and 11. Could these be the dark bands of the 
optical pictures? 


eu 


~I 


o 


io 


F. KELLER (author’s reply).—The character 
of the bands shown by the optical microscope 
is not too definite because these bands may be 
associated with the stain that we use. Different 
thicknesses of cell walls or groups of cell 
walls might very well give the light and dark 
bands evident in the photomicrographs. 

We do not believe that the bands represent 
in their details the same structures shown by 
the electron micrographs. We do feel, however, 
that they represent regions where the pores 
that are shown in the electron micrographs 
exist. Considering the difference in mag- 
nification—the electron micrograph at 30,000X 
and the optical micrograph at 3,000X—one 
dark band in the optical micrograph would 
include a considerable number of the lines 
that are shown in the electron micrograph. 
Each band, therefore, probably contains a 
group of pores rather than an individual pore; 
and if we are seeing individual pores at all they 
are shown only by the electron micrographs. 


* Metals Research Laboratory, Carnegie 


Institute of Technology. 
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Memper.—Has Mr. Keller any informa- 
tion on how these films develop in nitric acid 
and can he foresee any effects in commercial 
corrosion? 


F. Kerwter.—I would like to have Mr. 


Edwards answer that question. 


J. D. Epwarps.—The answer is largely 
negative, as nitric acid is not a satisfactory 
electrolyte for producing these thick oxide 
coatings. 


MemBer.—Have you investigated the use 
of Alrok film by this procedure? 


F. Kertiter.—No, we have not. I don’t 
think that the films produced by the Alrok 
(nonelectrolytic process) would lend themselves 
to the technique that we have used here. 


MemBer.—Have you had an opportunity 
to examine electroplates, and if so do they 
show any kind of structure? 


F. KeLter.—You mean the electroplates 
that are produced by the process where an 
anodic coating is put on first and then the 
sample electroplated? 


MeEmMBER.—Yes. 


F. Kertter—We are working on that 


problem now. 
J. D. Epwarps.—It might be interesting to 


have Mr. Keller tell how many pores there 
are per square inch in these coatings. 
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F. Ketter—The number of spots on the 
electron micrograph of the coating made 
with the sulphuric acid electrolyte was 2700 
per square micron; that would mean that 
there were 300,000,000,000 spots per sq. cm. 
and the number of spots on the coating made 
in the phosphoric acid electrolyte, the coarsest 
that was shown, was 500,000,000 per square 
centimeter. 


W. A. Dean,* Cleveland, Ohio.—Perhaps 
the authors can only make a guess at the 
answer to this question. We have been hearing 
about a new or super electron microscope. The 
talk is in terms of magnifications of 2,000,000 
dia. I wonder if the authors could offer us 
any encouragement for the use of such an 
instrument in the future to reveal even finer 
details than they have been able to show at the 
magnification of this last picture. 


F. KELLER.—I can give you only a tentative 
answer. I do not think that at this time we 
should be concerned about these very high 
magnifications. We do not have suitable 
methods as yet to utilize the resolving power 
that we can get now. 


W. A. DrEan.—This has meant a great deal 
of development of a technique which, as Mr. 
Keller has indicated, needs some perfecting 
even now. 


* Aluminum Company of America. 


The Present Status of Electrolytic Manganese and Its Alloys 


By R. S. Dran,* Memper &1.M.E. 


(New York Meeting, February 1044) 


Tue commercial production of elec- 
trolytic manganese on a small scale com- 
menced in 1939. The writer made a short 
report on the progress of production and 
utilization in Mixtnc AND METALLURGY 
for January 1941. Progress during the last 
two years, naturally, has been more rapid. 

In June 1940, Congressman (now Sen- 
ator) Scrugham presented a proposal to 
Congress for an appropriation authorizing 
erection of a pilot plant for “the production 
of metallic manganese by electrolytic or 
other means.” As a result of this, a pilot 
plant, having a capacity of a few hundred 
pounds per day was built at Boulder City, 
Nev. Subsequent appropriations permitted 
expansion of the plant to about a ton per 
day. 

Much has been learned in this plant 
about electrolytic manganese, and the 
product even in its small way has found 
war uses of considerable importance. 
Meanwhile, the Knoxville plant of the 
Electro Manganese Corporation, the sole 
commercial producer, was expanded to 
about 4 tons per day to supply needed ma- 
terial for the war program. Other proposals 
for commercial plants have not been 
favorably received by the War Production 
Board. The Bureau reported on one such 
proposal by the American Alloys and 
Chemical Corporation. 


Manuscript received at the office of the 
Institute Dec. I, 1943- Issued as T.P. 1721 in 
METALS TECHNOLOGY, June 1944. 

* Assistant Director, Bureau of _Mines, U.S. 
Department of the Interior, Washington, D.C 
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PRACTICE AT BOULDER CITY 


The present practice, as carried out at 
Boulder City, which is being described in 
more detail in a current paper by the 
Bureau staff at Boulder City, starts with a 
manganese dioxide ore containing about 20 
per cent manganese. Currently this ore 
comes from the Three Kids deposit near 
Las Vegas. The steps for the production of 
electrolytic manganese, in general, are as 
follows: 

1. The manganese in the ore is reduced 
to MnO. 

>. The MnO is dissolved from the ore in 
spent electrolyte, which contains about 38 
to 47 grams per liter of free sulphuric acid, 
135 grams per liter of ammonium sulphate, 
and 10 to 12 grams per liter of Mn as sul- 
phate. In the leaching step the manganese 
is built back up to 32 to 36 grams per liter 
of Mn as sulphate; the pH is adjusted to 
neutral by means of gaseous ammonia and 
passed through thickeners. 

3. The electrolyte is purified by adding 
H.S, which precipitates the heavy metals. 
After filtering, ferrous sulphate is added to 
the solution and oxidized with air and the 
solution is filtered and clarified on a precoat 
filter. 

4. The purified catholyte is electrolyzed 
in a diaphragm cell using stainless-steel 
cathodes and lead-silver anodes. The cur- 
rent density is about 45 amp. per Sq. fits 
Current efficiencies of 60 to 65 per cent are 
regularly obtained. 
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5. The brittle manganese is stripped 
from the cathode by bending. The stripping 
efficiency, in good weeks, has reached 94 or 
95 per cent. The average for a year has been 
82.5 per cent. Figs. 1 and 2 show the Boulder 
City cell room and the stripping operation. 

The reduction step has been carried on 
satisfactorily in either a Skinner muffled- 
hearth furnace or a Traylor multitube 
furnace. With either, direct addition of oil 
is a satisfactory reducing agent. 

Important improvements have been 
made in the arrangement of diaphragms. 
Current practice is to place the anode in 
the diaphragm compartment. After trials 
of other materials, canvas has remained 
the preferred diaphragm material. 

The anodes of 1 per cent silver-lead gave 
good service, but have been replaced to 
some extent by an alloy of 98 per cent lead, 
I per cent silver and 1 per cent arsenic. 
The anodes are made in “waffle” form, 
with only half the surface area of the 
cathodes, so that anode current density is 
approximately twice that at the cathode, or 
about 90 amp. per sq. ft. Only about 1.5 
per cent of the manganese deposited as 
metal is given off from these anodes as 
dioxide. 

Several materials have been tried for 
cathodes in the course of electrolytic man- 
ganese work to date. The original work was 
done with 17 per cent chromium-iron. At 
the start of the Knoxville plant, ordinary 
sheet steel was used. This proved objection- 
able because of corrosion from spray above 
the solution and because of difficulty in 
maintaining a good surface. Aluminum was 
found to be a good cathode but to have 
erratic stripping properties. The best ma- 
terial found to date at Boulder City is 18 
per cent chromium, rr per cent nickel, 2 
per cent molybdenum stainless steel. 

Stripping is still done by manual bending 
and on good days 95 per cent or more of the 
metal is stripped. Occasional bad days still 
occur for stripping, but no sure cure for 
stripping troubles can be offered. 


PRESENT STATUS OF ELECTROLYTIC MANGANESE AND ALLOYS 


Quality of Product 


The manganese is substantially pure, 
except for 0.03 to 0.07 per cent sulphur. 
Jacobs and Churchward, at the Bureau 
pilot plant at Boulder City, have estab- 
lished a relationship between SO: content 
of the electrolyte and sulphur content of 
the metal; the relationship may not, how- 
ever, be a direct one. 

Plating under the same conditions, 
except that o.1 gram per liter of SO2 was 
added to the electrolyte in one case and not 
in the other, the following results were 
obtained: 


Total S | Sulphide S 


0.041 


Noi 2 with iSOse sae ee eee 
i 0.002 


No. 2: without SO.) -< .40-54- 


0.046 
0.042 


The increased sulphur is in the sulphide 
sulphur and not in the sulphate sulphur, 
which presumably is due to occluded 
electrolyte. Two further facts are of interest 
in interpreting this result: 

1. The deposit without SO. was de- 
posited as ductile gamma manganese, 
which remained ductile for 4 weeks. 

2. The current efficiency was 60.1 per 
cent with SO, added and only 42.1 per cent 
without it. 

The interrelation of these several factors 
is not at once apparent. It has been well 
known that manganese deposits as gamma 
manganese in the early stages of plating, 
particularly at low temperatures and high 
current densities. Transformation to the 
brittle variety, however, is a matter of 
hours, so that presumably the high purity 
of the deposit greatly slowed down the 
transition. It is by no means certain that 
the presence of SO: directly influences the 
sulphur content of the deposited metal. 
More probably it affects cathode current 
efficiency for reducing both manganese and 
sulphur. It is reasonable, however, to as- 
sume that reduction is easier from sulphites 
than from sulphates. 
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Fic. 1—CELL room BouLpER CITY PILOT PLANT. 
Showing eight cells with the generator control panel in the background. 


= _ a: 


CATHODE AT PILOT PLANT AN 
FOR SHIPMENT. 


Fic. 2.—STRIPPING MANGANESE FR M D PACKING IT IN CARTONS 
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Hence we see that, while the sulphur 
problem in electrolytic manganese has been 
solved in a considerable measure, there is 
much interesting work to be done, in order 
to obtain high current efficiency, low sul- 
phur and suitable deposits for stripping 
from electrodes. ; 

The production record of the Boulder 
City plant, by months, for the past 18 
months, is shown in Table r. 


TABLE 1.—Production of Manganese, 
Boulder City Plant 


1942 Pounds 1943 Pounds 
AWB SEE: wekepaierees 16,725.) JADUALY +... <> 32,333 
September....... 24,553 | Pebruary......-- 28,301 
Octobery re seme 23,588 it Match. sic asia 42,6041 
November....... 30;002))| April Dero: vcr 35,505 
December....... 3£,000, WaMay einem anes vere 42,039 
Hl Goes | pe ae eee 53,705 
Jaaly Sac + eo 41,129 
PSUS ac Jen ee 25,867 
September..... 28,011 
October... ..=..- 40,619 


The peak of production—approximately 
one ton a day—reached in June, fell off 
with the onset of hot weather in Boulder 
City. It was not possible to obtain the 
necessary cooling equipment to keep the 
electrolyte down to the required 35°C. The 
climb back to peak production started with 
cooler weather. 


PRODUCTION OF ELECTROLYTIC 
MANGANESE 


The total production at Boulder City to 
Oct. 1 was 517,000 lb., of which 109,000 lb. 
was used in magnesium-alloy bomb casings; 
85,000 lb. in stainless-steel tests; 129,333 lb. 
was shipped to the Mint for the new nickels 


and 62,720 lb. to England for Lend-Lease. ° 


The remainder was used for 
smaller-scale tests or is on hand. 

Meanwhile, the Knoxville plant of 
the Electro Manganese Corporation has 
reached capacity production of approxi- 
mately 4 tons per day, making the elec- 
trolytic manganese production capacity of 
the country approximately 5 tons per day. 


various 


PRESENT STATUS OF ELECTROLYTIC MANGANESE ‘AND ALLOYS 


OrE RESERVES AVAILABLE FOR MANU- 
FACTURE OF ELECTROLYTIC MANGANESE 


The future of electrolytic-manganese 
production obviously depends not only on 
satisfactory development of method but on 
availability of raw material and demon- 
stration of valuable uses. 

The exhaustive investigation of the 
manganese-ore deposits in this country, 
which has been carried out since 1938 by 
the Bureau of Mines, has not revealed 
great amounts of ore suitable for furnace 
treatment; but it has revealed large 
amounts of ore suitable either directly or 
indirectly for making electrolytic manga- 
nese..Mr. C. E. Julihn prepared, from the 
data available to the Bureau of Mines, the 
following summary of the manganese ore 
reserves in this country that could be used 
for production of electrolytic manganese. 


Tons 

Manganese dioxide ore with 
more than 20 per cent manga- 
nese and suitable for direct 
use in electrolytic manganese 
production; includes deposits 
at Batesville, Ark.; Little 
Florida Mountains, N. Mex.; 
Battle Mountain, Nev.; 
Wheedon, Colo.; Patagonia, 
Ariz.; Wickes, Mont.; Lake 
Valley, N. Mex.; Cartersville, 
Ga.; Shady Valley, Tenn.; 
Buckeye, Colo.; Huber Ry- 
dalch, Utah; and Ladd Mine, 
Manganese ore with 15 to 20 per 
cent manganese, probably re- 
quiring concentration before 
use; includes ore from Lead- 
ville, Colo.; Las Vegas, Nev.; 
Butte, Mont.; Phillipsburg, 
Mont.; and Drum Mountains, 
Utahes. ee. 3os4 Sees 
Manganese ore with less than 15 
per cent mangang¢se, requiring 
concentration before use; in- 
cludes ore from Artillery 


3,500,000 


2,300,000 
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Peak, Ariz.; Tombstone, 
Ariz.; Three Blocks, Nev.; 
Stange, Va.; Virgin River, 
Nev.; and Patagonia, Ariz. .. 
Manganese ore requiring pre- 
liminary smelting or hydro- 
metallurgical treatment; in- 
cludes ore from Leadville, 
Colo.; Aroostook County, 
Maine; Chamberlain, S. 
Dak.; and Cuyuna Range, 


3,600,000 


> 100,000,000 


The extent to which concentration before 


leaching would be used would depend on a 


balance of the costs. In making electrolytic 
zinc, concentration is now nearly always 
used preliminary to leaching; for manga- 
nese, each ore would have to be studied. 
Data for such a study are available 


from Bureau of Mines ore-dressing and 
- hydrometallurgical studies on manganese 


hs 


ores. 

The ores listed in the last category would 
require some special consideration to make 
them usable. The nodules from the 


* Chamberlain (S. Dak.) ore, analyzing 17 


» 


a 


7 


per cent Mn and 12 to 15 per cent CaO, 
have been used successfully at Knoxville 


for the production of electrolytic manga- 


nese, but the acid loss to lime is too high for 
good practice. The Bureau of Mines has 
experimented with various methods of 


* treatment for these low-grade ores, such as 
- matte smelting, in which the manganese is 


obtained as sulphide, and various hydro- 
metallurgical methods, in which manganese 
carbonate or oxide is obtained. 

The electrolytic manganese circuit can be 


- somewhat simplified by using these concen- 
trated and purified products as raw mate- 
rial. Whether the simplification and the 
lower cost of ore will «justify the inter- 


ay a 


mediate treatment remains to be seen. For 
the present, there would appear to be 
adequate, suitably located manganese 
dioxide ore to supply any foreseen 


expansion of the electrolytic manganese 
_ industry. 
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PRESENT USES OF ELECTROLYTIC 
MANGANESE 


The New Five Cent Piece 


Possibly the best known use of elec- 
trolytic manganese is as a constituent of the 
new five cent piece. The composition of this 
coin is 36 per cent Ag, 9 per cent Mn, and 
the balance copper. This was a compromise 
with the original job of congressional 
metallurgy, which called for 50 per cent Cu, 
50 per cent-Ag. The manganese is added to 
increase electrical resistance, so as to get 
the new coin past the slug rejectors. The 
principle on which these work does not 
seem to be known generally and is interest- 
ing. The coin falls down an inclined chute 
and bounces over a slot. If it is too light or 
too low in elastic modulus or elastic limit, 
it will not bounce over the slot and will be 
rejected. Thus the new nickel had to have 
about the same density and elastic proper- 
ties as the old. To guard against other types 
of slugs, an alternating magnetic field is set 
up across the path of the coin as it rolls 
down the chute. If eddy currents are set up 
in the coin, it will be retarded, of course, in 
its fall and will be rejected. In order to 
pass the eddy current test, it is necessary 
that the coin have relatively high re- 
sistance; namely, 35 microhms per cm%, 
The coin made of so per cent Cu and 50 per 
cent Ag did not have it, but the addition of 
manganese gave the necessary resistance.! 

The alloy made with electrolytic man- 
ganese is just sufficiently malleable and 
anneals at a temperature just low enough 
to permit manufacture in the regular mint- 
ing equipment. Even the small percentage * 
of impurities introduced by 9 per cent of 
furnace manganese was enough to raise 
annealing temperature and make minting 
difficult. The Mint soon learned to demand 
electrolytic manganese. As the Knoxville 
output was committed to other war uses, 
the Boulder City pilot plant supplied much 


1 References are at the end of the paper. 


306 


of the manganese in the early stages of the 
“new nickel manufacture.” As _ stated 
above, 129,333 lb. of electrolytic man- 
ganese was supplied to the Mint from the 
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SPECIFIC RESISTANCE, OHMS PER CM?x IO. 


60 
% MANGANESE 


Fic. 3.— ELECTRICAL RESISTANCE AND TEM- 
PERATURE COEFFICIENT OF QUENCHED ALLOYS 
OF COPPER AND MANGANESE. (Poiier.) 


Boulder City plant. With the increased 
capacity at Knoxville, the Electro Man- 
ganese Corporation has now taken over 
supplying the total Mint requirements. 


Magnesium Bomb Casings 


Most magnesium alloys contain man- 
ganese, which in the past ordinarily has 
been added by the use of anhydrous man- 
ganese chloride. Manganese chloride is 
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down, electrolytic manganese was supplied 
from the Boulder pilot plant. So satis- 
factory has been the experience in using 
electrolytic manganese that the Bureau 
has supplied more than 100,000 lb. of 


electrolytic manganese for this bomb-case _ 


foundry. 


Aluminum A lloys 


The advantages of keeping iron to a very 
low level in certain aluminum alloys have 


been emphasized in technical literature. — 


A single example will illustrate that even a 
few hundredths per cent of iron, which 
might be introduced by using impure 
manganese, is very harmful. Table 2 is 
from the work of Wolf and Neunzig.? 

A considerable tonnage of electrolytic 
manganese was supplied to England under 
Lend-Lease, principally for addition to 
aluminum alloys. The Bureau pilot plant 
furnished altogether some 62,000 lb. of 
manganese for Lend-Lease. Considerably 
greater amounts were furnished by the 
commercial producer. 


Nonferrous Alloys 


In many cases, there is an advantage in 
the use of electrolytic manganese as an 


TABLE 2.—Loss in Weight, Strength and Elongation of Three Aluminum Alloys by 
Immersion in Acetic Acid (100 c.c.), Sodium Chloride (100 Grams), Water 
(100 Grams) for a Period of Eight Days 


Loss 


Alloy to (Si, 


Alloy 15 (Si, 
0.23; Fe, 0.27; 


Alloy s (Si, a ne 0.021; Fe, 0.013; 


Loss inwir, grams per sq. met Solan mts « sivlea ie 
Loss in strength, kg. per sq. MM cowsin wees ees ae ae oe 8 
Loss in elongation, per cent in 2 in..............----- 


Fe, 0.53; , 

1.43; bal. Al) Mn, AS bal. Mn, 1.473 bal. 
19.6 3.84 0.44 
24.3 to 22.0 24.5 to 23.6 23:33 20 2355 
8.2to 5.1 7.2 te 6.2 10.6 to 10.1 


made currently, at least in part, from 
ferromanganese, and its reduction with 
magnesium involves, of course, the chlori- 
nation of 24 grams of magnesium for every 
55 grams of manganese introduced. The 
defense plant operated at Las Vegas found 
difficulty in obtaining necessary manga- 
nese chloride. To prevent a foundry shut- 


addition to nonferrous alloys. Since the 
number of such alloys with relatively low 
manganese content is large, the total 
represents the largest current use of elec- 
trolytic manganese. In nonferrous alloys 
with relatively high manganese content, 
electrolytic manganese has been found to 
be very important. 
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Table 3 shows the very large difference 
in properties in some alloys when using 
electrolytic and other grades of manganese. 
Of the high-manganese alloys, the only one 
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and in other high-expansion uses up to 
about 200°C., particularly where high 
electrical resistivity also is desirable. 

An age-hardening alloy of approximately 


TABLE 3.—Difference in Mechanical Properties of Some Alloys When M ade with 
Electrolytic and Furnace Manganese 


ee ee aaa aes 


yA. Hardenable copper-nickel-manganese alloy, 60 per cent Cu, 20 
1200°F. and quenched (Long-Graham) 


f 


‘Ultimate Tensile 


- Type Manganese 


_ Furnace 


er cent Mn, 20 per cent Ni. Annealed 


Yield Str., Lb. | Elongation, Per . 


Str., a el Sa. per Sq. In. Cent in 2 In. 
94—100,000 50-60,000 30-33 
75—-80,000 21-—27,000 45-52 


_ B. Alpha-beta copper-zinc alloys (60 per cent Cu, 40 per cent Zn) with added manganese, as hot-rolled (Moss) 


2 per cent furnace...... 2... +. eee eee e ese eee 
2 per cent electrolytic.........-----++-- eee eee eeee 


| 5 per cent furnace 
5 per cent electrolytic 


57,000 30,000 14 
56,300 55,300 51 
52,000 34,000 6 
69,000 66,000 30 


4 
 C. Iron-manganese-chromium alloys, hot-rolled, quenched from 2100°F., then cold-rolled, 10 per cent reduction 
; ’ in area (Moss) 
Alloy, 26 per cent Mn, 18 per cent Cr, bal. Fe, carbon < 0.05 per cent 
rie Ese cla Cnid a aie sta cera > We bs So 'oetee aw vines 89,000 59,000 | 45 
Blectrolytic.........---+-+ sees sees e siete 85,500 81,150 43 
Alloy, 12 per cent Mn, 14 per cent Cr, 3 per cent Mo, bal. Fe 
eT ee er rere xe Cr oa 128,000 | 51,000 | 16 
, Blectrolytic: 2.5.6.0... - eee ree ewe reese ete ee 179,000 135,000 21 
Alloy, ro per cent Mn, 16 per cent Cr, bal. Fe 
RDI Le Oo aioe o oo etsy icici do winnie wie vis & 2's 2:9 Pole 146,000 39,500 30 
Electrolytic.......0+--+-e0-e esse eres teeees 171,000 146,000 31 


per cent 
‘and chill-cast (Long and Graham) 


“ i ie ee ee nn ee Ee SEreae screen eee ment SET! 


- 
* D. Copper-magganese-zinc alloys (50 


Property 


Ultimate str., lb, per sa. RN, Boas Gaia cece ies a2 
Elongation in 2 in., per cent 
Reduction in area, per cent 
Hardness, Rockwell B 


= Elongation im 2.1M., Per CENCE... ---2e<eeeerrrrrner® 


Cu, 35 percent Mn, 15 per cent Zn. Deoxidized with 1 per cent Al 


Manganese Used 


se SO SS a 


Electrolytic Silicothermic Low-iron Ferro 
a eae SEES 
69,000 45,000 50,000 
32 I-2 5-1 
34 0-2 o-I 
65 77 89 


in full-scale commercial use is the high- 
expansion alloy with the nominal composi- 
tion of 72 per cent manganese, 18 per cent 
bs copper, and ro per cent nickel. This alloy 
has an expansivity of 27.5 X 10~% per 
deg. C. at moderate temperatures. Its other 
_ properties are presented later in this report. 
This alloy is finding important uses as the 


high-expansion member of bi-metal strip 


2 
e. 


60 per cent Cu, 20 per cent Mn, and 20 
per cent Ni is being rapidly commercial- 
ized. Its hardening range (from 80,000 soft 
to 180,000 hard) and fatigue strength 
(60,000 Ib. per sq. in. for 108 cycles), are 
substantially greater than that of copper- 
beryllium. A summary of tensile and 
electrical properties is given in the section 
on Cu-Mn-Ni alloys. 


] 


308 


Ferrous Alloys 


The price of electrolytic manganese has 
held back the demonstration and utiliza- 
tion on a substantial scale of its possible 
advantages in steel alloys. For this reason 
the Bureau undertook a cooperative in- 
vestigation of the use of electrolytic man- 
ganese in stainless-steel manufacture with 
one of the steel companies. Approximately 
_50 tons of manganese was used in the tests. 
All of the results are not yet available, 
but the following conclusions from the 
preliminary report indicate the findings. 

1. The recovery of manganese in furnace 
additions to stainless steel was 87.8 per 
cent compared with 84.0 per cent for low- 
carbon ferromanganese and for ladle addi- 
tions 89.9 per cent, compared with 72.7 
per cent for low-carbon ferro. 

2. There was no measurable increase in 
the carbon or phosphorus content of the 
heat. 

3. In these tests the recovery of manga- 
nese was more consistent from heat to heat 
than when using ferromanganese. 

4. Because of the convenience of han- 
dling, weighing and shoveling, electrolytic 
manganese and the smaller bulk and weight 
of the addition, the time required to pre- 
pare a heat for tapping is shortened. 

The low-carbon ferrous alloys, therefore, 
furnish a large potential use for electrolytic 
manganese, awaiting only production for 
sale at a price that is definitely possible 
with a large plant. 


LABORATORY STUDIES OF MANGANESE 
ALLOYS AND PROBABLE DIRECTION OF 
FUTURE COMMERCIAL DEVELOPMENT’ 


- Manganese Metal 


Manganese has at least three allotropig 
modifications: 


a, stable up 742° 


B, 742° to 1194° 
Y, 1194° to m.p. 
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The alpha and beta forms are compli- 
cated cubic structures, and both allotropes 
are brittle. 

The gamma form is face-centered tetrag- . 
onal and is ductile. | 

| 


The electrical resistance of gamma — 
manganese is 63 to 65 microhms per cm*. 
and of alpha manganese, 165 to 170. 

Gamma manganese is formed under | 
certain conditions in plating which yield 
low-sulphur deposits as previously dis- _ 
cussed. If sufficiently pure, its transition | 
rate to alpha is very slow. It has not, how-— 
ever, been possible to preserve pure | 
gamma manganese at room temperature 
by quenching. The presence of only one 
per cent of copper, however, stabilizes the 
gamma form so that it can readily be 
obtained by quenching. 


4 


The System Copper-manganese 


The copper-manganese is the basic | 
system for most of the nonferrous manga- | 
nese alloys, and considerable effort has | 
been made to establish its constitution. 

At high temperatures, below the solidus ~ 
of course, the face-centered tetragonal 
gamma manganese is transformed by 
adding copper into a face-centered cube, 
the parameters of which gradually change 
to those of pure copper. This is, therefore, 

a continuously changing solid solution, 
which at about 82 per cent manganese 
passes from a face-centered cube into a 
face-centered tetragonal lattice by a © 
gradual decrease in one of the axes. Good 
agreement among the data of all investi- ~ 
gators, including our own laboratory, is 
indicated. 

The properties of the quenched alloys 
appear to be those of a continuous series 
of solid solutions, with a possible break in 
properties at the transition from cubic to 
tetragonal at 82 per cent Mn. 

The results already published show that 
this is approximately correct for the 
electrical resistance.? The normal looking — 
curve for electrical resistance in Fig. 3, — 


Re Ds 


showing the relationship between electrical 
resistance and weight per cent manganese, 
has a peculiarity, however. It is made up of 
two straight lines connected by a curve. 


APA RORORO A RR 


Fic. 4—OSscILLOGRAPH RECORD OF VIBRATION 


The two straight lines terminate at 4o per 
cent and 82 percent Mn, respectively. 
This suggests that we are dealing with two 
solid solutions, one of manganese in copper 
up to 40 per cent Mn and one of copper in 
manganese down to the limit of the'tetrag- 
onal lattice at 82 per cent. The intermedi- 
ate alloy would not appear to be so simple 
a solid solution. 

The temperature coefficient of the 
quenched alloys also indicates a difference 
in the type of solid solution within the 
system. In the lower range, 0 to 40 per cent 
Mn, the temperature coefficient falls so as 
to reach approximately zero around 40 per 
cent Mn. It becomes negative and remains 
negative up to approximately 65 per cent, 
when it again becomes positive, but falls 
to zero again at about 80 per cent, when it 
rises very rapidly. The simpler solid solu- 
tions on both ends of the system therefore 
have normal positive temperature coeffi- 
cients of electrical resistance. 


DEAN 309 


Fig. 3 also shows the temperature 
coefficients of electrical resistance in this 
system, taken from the results of E. V. 


> = . 
Potter in the Bureau laboratories. These 
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IN STEEL AND MANGANESE ALLOY. (Potter.*) 


electrical properties of the manganese- 
copper alloys suggest at once their use in 
electrical resistances; and, of course, the 
low-temperature coefficient of the copper- 
nickel-manganese alloys has long been the 
basis of such alloys as manganin. These 
alloys, however, are built around the point 
at which the zero line of temperature 
coefficient is crossed at the copper end of 
the system. The high-manganese end offers 
higher electrical resistance with equally 
low temperature coefficients. The 66 per 
cent alloy has a resistance of approximately 
190 microhms per cm*. and a tempera- 
ture coefficient of zero. Further, the ther- 
mal e.m.f. against copper is very low. 

Next to the electrical properties of the 
copper-manganese alloys, or perhaps ahead 
of them, the outstanding characteristic 
of copper-manganese alloys is their vibra- 
tion-damping capacity. This has been 
described in several publications. As a 
result of this extremely high internal fric- 
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tion, or damping capacity, the high- 
manganese alloys do not ring when struck. 
Fig. 4 shows the comparative vibration 
of steel and a manganese-copper alloy. 


1000 a 
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Damping Capacity in % 
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of copper-manganese alloys. An interesting - 


use as electrical condenser plates has been 
described by Potter and Huber.‘ So far 


se al 


no extensive commercial uses have devel-_ 


aeons in ~ Mn 


Fic. 5.—RELATION OF COMPOSITION TO VIBRATION DAMPING IN COPPER-MANGANESE ALLOYS. 
(Potter.*) 


A shows the attenuation of the amplitude 
of vibration of a bar of steel subjected to 
an initial torsional stress and allowed to 
vibrate freely. B shows the similar attenu- 
ation of the amplitude of vibration of a bar 
of manganese alloy, so proportioned that 
the initial amplitude of vibration is very 
nearly the same as that of the steel bar 
recorded in A. The vibrations of the steel 
bar are more rapid, and the attenuation of 
amplitude with both the number of vibra- 
tions and with time, are very much greater 
for the manganese alloy. A comparison of 
the amplitudes of vibration in the two bars 
after 25 cycles indicates that in steel the 
amplitude has decreased to approximately 
80 per cent while in manganese it has 
decreased to 20 per cent of the original 
amplitude. Fig. 5 shows the relationship 
between manganese content and damping 
at several stresses. Other physical proper- 
ties of the 82 per cent alloy, which shows 
the highest damping capacity, are given 
in Table 4. Numerous uses have been 
suggested for the high vibration damping 


oped. The sharp maximum of damping 


around 82 per cent Mn, the limit of the — 


tetragonal lattice, is evident. 


TABLE 4.—Properties of a Copper-man- 


ganese Alloy Containing 82.9 Per Cent 
Manganese, Balance Copper, 
Rapidly Cooled from 850°C. 


Damping capacity at low stress, percent. 7 
Electrical resistivity, ohms per cm’, at 

20°C... Seice Gat sit Moke ee eee s.ee 149 °X 1075 
Density, grams per CC). 4c ese eee 7.16 
anes coefficient of expansion per deg. 


ee ete te eee ac 20 X 1076 
Tensile See Ib. per sq.n 2s. 2ses 68,000 
Yield stren: lbuper Sq An... <n deme 24,000 
rape donald limit, Ibi per 'sqifan YS aes I3,000 


Elongation (r4-in. gauge length), per 
Cen. seh De Sorin on arte ae teas 35 


Reduction of area, per cent..........-- 9 
Rockwell hardness? 70 5. coe nem eee -55 
Endurance limit for 1 X 108 cycles, lb. 

per sqfin’.\C.c. spose aoe Enemies 17,000 
Young’s modulus, lb. per sq. in......... 13 X 108 


The most significant, or certainly the — 


most unusual structure observed in the 
manganese-copper alloys is the so-called 
block structure, shown in Fig. 6, which 
eccurs in the composition range 50 to 60 
per cent Mn when heated to 700° to 850°C. 


and quenched. This was noted several — 


years ago in a study of these alloys® in 


ik Ow 


R. S. 
which an attempt was made to explain 
this structure as in reality an intergrowth 
of two very similar, but not isomorphous, 
phases. Further studies of this system, 
however, have made this explanation less 
probable. Meanwhile Corson® published 
pictures of an identical “strange structure” 


in an alloy of copper with 1.05 per cent 
beryllium, which had been “overaged” at 


_ 600°C., and also in an alloy of copper with 


35 per cent antimony, chill-cast and 
~ annealed at 600°C. 


This structure is too definite and re- 


» producible not to be significant. Corson 


makes no suggestions for its meaning, and 
our earlier suggestion for the copper- 
manganese case is not applicable to the 
others. The Cu-Be and Cu-Sb diagrams 
indicate that the structure occurs in the 
alloy on heating just above the tempera- 


ture where the molecular attraction be- 
~ comes strong enough to form the lattices 


‘ 


CuBe and Cu:;Sb, respectively. By analogy, 
and for other reasons, I now suggest that 
the copper-manganese block structure is 


formed just above the temperature where . 


the attraction between manganese and 
copper results in the separation of a second 


_ phase, but where such attraction is suffi- 
cient to cause the properties of the alloy to 


= 
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depart from the behavior of the simpler 
terminal solid solutions. 


_ Behavior of Copper-manganese Alloys at 
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Low Temperatures 


The exact nature of the transitions that 
take place at low temperatures in copper- 
manganese alloys has by no means been 
settled. Extensive work has been done 
by Long and Potter in Bureau laboratories 
and by Prof. C. Y. Clayton at Rolla. By 
very slow cooling, Clayton has found a 
definite eutectoid structure» at about 
so per cent Mn (Fig. 7). 

The most complete study of the mechan- 
ical properties of the copper-manganese 
~alloys has been made by Hesse and 
Myskowski.? Their results, shown in 
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Fig. 8, are entirely consistent with the 
tentative diagram. 

The strength of the quenched alloys 
shows breaks at 4o and 80 per cent Mn; 


Fic. 6—MANGANESE-COPPER ALLOY, SHOWING 
BLOCK STRUCTURE.. (Jacobs.) 


and on the alloys aged at 450°C. there 
is a sharp drop in both strength and 
ductility at 80 per cent Mn, where the 
diagram indicates the first separation of 
alpha manganese. 


The System M anganese-cop per-nickel 


The commercial development of the 
high-expansion alloys and the hardening 
alloys in the series manganese-copper- 
nickel has been mentioned earlier in this 
paper. It seems likely that, even with 
these developments, the possibilities of the 

_ system have not been exhausted. The elec- 
trical resistance and temperature coefficient 
of the manganese-copper-nickel alloys 
are shown in Figs. 9 and Io. 

The properties of the 72 per cent Mn, 
18 per cent Cu, 10 per cent Ni alloy are 
shown in Table 5. 

The use of the manganese-copper-nickel 
alloys, having a relatively low man- 
-ganese content, such as manganin for 
electrical resistances, is well known. The 
possibilities of obtaining a much higher 
resistance, together with zero temperature 


coefficient, are indicated by the data in 


Fig. ro. 
The effect of nickel is to stabilize the 


copper-manganese solid solution. This is 


re 
IN 
50 PER CENT MANGANESE-COPPER ALLOY VERY 
SLOWLY COOLED. (Clayton.) 


clearly illustrated by the example in Table 
6. 


TABLE 5.—Physical Constanis of High- 
expansion Alloy 
72 PER CENT MANGANESE, 18 PER CENT 


Copper, 10 PER CENT NICKEL® 
Electrical resistivity: ohms per circular 


miuloot at S0°R. 1. AA lew cone cas 1050 
Ohms per square mil-foot at 80°F.... 825 
Microhms per cm3, at 25°C......... I75 

Temperature coefficient of resistance, 
degiGe (252=rs0° Cl shis aece shee oahe 0.000T4I 


Temperature coefficient of expansion 
(a5C=HTS OIC). Le heaton aera 
Thermal conductivity, cal. per sec. per 
Sqyem, pecdeg.iCy per Gites... ue 
Emissivity, per cent: as rolled......... 
AS: Dolished: . a6. Rode. came een eree 
Specific heat 15° to 35°C., cal. per gram 
per deg. C 
Density, grams per cm?.. 
Weipht, li per/Ow, tn... . codon © «8 sec 


27.5 X 1076 


Vibration-damping constant, per cent.. 
Hardness-Vickers, 50 per cent cold re- 

AC CHOM ce Le ein ese cle a othe Se 220 
Modulus of elastrerty.. ly .2 uc seus 18 X 108 
Tensile strength, lb. per sq.in......... T1I5,000 


Yield stress, 0.1 per cent set pounds per 

BC AN sonic theory hed elas wo hs Fete 

Proportional limit, lb. persq.in........ 

Elongation in 2 in., per cent........... 6.5 
* Data submitted by W. M. Chace Co. 


PRESENT STATUS OF ELECTROLYTIC MANGANESE AND ALLOYS 


TABLE 6.—Stabilizing Effect of Nickel 


Alloy Composition, 65 Per Cent Mn, 35 Per Cent Cu 


Temperature Specific 
Coefficient of | Resistance, 
Resistance, | Microhms per 
Ohms per Ohm Cm’. at 
per Deg. C. 20°C, 
Quenched®.22.2.2-.. +0.000004 183.2 
Reheated to 450°C...| +0.0010 116 


Alloy Composition, 65 Per Cent Mn, 13 Per Cent Ni, | 


Bal., Cu 


189.8 


Quenched "=, 3.7.2.4 
182.9 


Reheated to 450°C... 


—0.0000083 
—0.0000084 


The relatively small change in the 
nickel alloy between reheated and quenched 
is notable; even more so is the close agree- 
ment in properties between the reheated 
nickel alloy and the quenched copper- 
manganese of the same manganese content. 

The decrease in resistance on reheating 
as compared with quenching, as a function 
of nickel content for manganese-copper- 
nickel alloys, is shown in Fig. 11. The 
maximum nickel is required for 65 per cent 
alloys and is, as indicated in Fig. 11, around 
15 per cent. These data permit us to plot 


the limit of the copper-manganese type | 
solid solution on the ternary diagram, as — 


in Fig. 12, which shows also the hardening 
range of what may be termed the Cu-MnNi 
type of solid solution, which can be so 
effectively hardened by thermal treatment. 
Properties that can be expected in the 
60 per cent Cu, 20 per cent Mn, 20 per cent 
Ni alloys are given in Table 7. 

There are two other types of solid 
solution in this ternary system, the nickel- 
manganese type (characterized by forma- 
tion of the very magnetic, ordered lattice 
NisMn on heating to 450°C.) and the 
manganese-nickel-type solid solutions. 


Magnesium Alloys 


The behavior of nickel and manganese 
together as a hardener for copper suggested 


that they might produce a hardening 


ome ss. eh 
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alloy of magnesium, and this has been 


found to be true. Table 8 gives a single 
exdmple of these alloys taken from tests 
made by Cresap Moss in the Bureau 
laboratories. 
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of rt per cent Mn, 4.5 per cent Li, balance 
magnesium, could be cold-worked to 60 per 
cent reduction in area as cast and 96 per 
cent after one anneal. 

Adequate data are not available on the 


3 


TENSILE STRENGTH , 1000 PSI 


Other interesting series of magnesium 
alloys containing manganese are those to 
which lithium is added. Such alloys can 
be cold-rolled far more effectively than 
most magnesium alloys. A single example 


will illustrate their possibilities. An alloy 


Fic. 8.—TENSILE STRENGTH AND ELONGATION 
AND AS TEMPERED AT 450°C. (842°F.). (Hesse and M. yskowski.7) 


° 


ELONGATION , PERCENT 


OF MANGANESE-COPPER ALLOYS AS QUENCHED 


mechanical properties of these lithium 
alloys, but 40,000 lb. per sq. in. tensile 
strength for the cold-worked alloys appears 
to be easily obtainable. The effect of 
lithium is to considerably lower the 
modulus, which might be desirable for 


TABLE 7.—Properties Expected in Copper-manganese-nickel Alloys 
60 Per Cent Cu, 20 Per Cent Mn, 20 PER Cent Ni 


Ultimate . eet), 
Tensile ere Elong. in | Fatigue eee | Modulus, Thermal 
Condition Strength, Offset, Lb. 2 In., Per | Limit, 10 Bate Lb. per Sa. apes 
Lb. a Sa. per Sa. i Cent Cycles atiao°C. In per Deg 
pepe i 
Rei berie ste sustln sie sists 75-80,000 | 21-—27,000 45-52 rs 
lard sitriaiore & ois. tsi me 180,000 160,000 2.5-3 60,000 65.5 20.95 X 108| 18 X 10°* 
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MANGANESE, PERCENT 


Fic. 9.—SPECIFIC RESISTANCE OF MANGANESE-NICKEL COPPER ALLOYS. (Dean and Anderson.) 
: Ohms X 107° per cm. 


Ni 
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MANGANESE, PERCENT 


Fic. 10.—TEMPERATURE COEFFICIENT OF ELECTRICAL RESISTANCE. (Dean and Anderson.®) 
Ohms X 107 per deg. C. 
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MANGANESE, PERCENT 


Fic. 12.—LImMIt OF COPPER-MANGANESE SOLID SOLUTION. 
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certain purposes such as diaphragms. The 
modulus of the alloy given as an example is 
approximately 4.67 X 107° Ib. per sq. in. 
compared with about 6.8 for most mag- 
nesium alloys. 


TABLE 8.—Properties of Extruded Alloy 


4 Per Cent Mo, 4 PER Cent NI, 2 PER CENT 
Mn 

As Extruded ae 

tees strength, lb. per 
cian Mamet 55,000 47,400 

Yield "eirength, lb. per 
SQ. dil Pera ae et 39,500 44,600 
Elongation, per cent. 3 4 

edareient of area, per . 

UP Ga cota deere e oy rae to) 
Roses hardness... a. F475 F63 
Electrical resistance, 

ohms per cm = 8.67 X 1076 
ND Sxl Gitiygeerss ree lete «orate cels 1.853 
Dase capacity, per 

6 SO ee IONE 0.076 
Modules Ib. per sq. in.| 6.86 X 108 
Coefficient of expansion, 

em. per cm. per deg. C.|o—100 24.8 
0-200 261.5 
0-300 27.2 


For the sake of comparison, the homogenized and 
hardened 10 per cent Al alloy is listed as having 
the following properties: 


Electrical resistance ohms percm’.. I1.67 X 10% 
Tensile strength, lb. per sq. in. 50,000 

Yield strength, lb. per sq. in....... 35,000 
Blongation,| per ett. £6. 5f ac s.8 ates 3 


Both the magnesium-manganese-nickel 
and the magnesium-manganese-lithium al- 
loys are less corrosion resistant than cur- 
rently commercial alloys, and protective 
treatments must be developed. 


Alloys of Copper, Manganese, and Zinc 


There is little doubt that the alloys of 
this system will find a number of uses. The 
addition of manganese to copper-zinc 
alloys within the alpha range gives an 
increase in tensile and yield strength with- 
out substantial loss in ductility. | 

The results of tests by J. R. Long, in the 
Bureau laboratories, on the annealed and 
fully cold-worked alloys having 65 per cent 
Cu, o to 30 per cent Mn, balance zinc, are 
given in another paper currently released. 

Alloys containing about 5 per cent Mn 
have nearly the same properties as 70-30 
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brass. Increasing the manganese, however, © 


increases both ultimate and yield strength 
rapidly up to ro per cent and less rapidly 
beyond that percentage. 


The ductility of the annealed material - 


falls off rapidly with manganese above 1o, 
but elongation of the fully cold-worked 
material is relatively independent of 
manganese content. 

By lowering the copper and increasing 
zinc a series of alloys can be obtained 
having many of the properties of nickel- 
silver. Direct substitution of manganese 
for nickel in the ordinary 18 per cent 


nickel-silver, giving a composition of 18 | 
per cent Mn, rs per cent Zn, 67 per cent | 


Cu, -yields an alloy having substantially 
the same mechanical properties as the 
nickel-silver. 


TABLE 9.—Properties of a 70 Per Cent Zinc, 
20 Per Cent Manganese, 10 Per Cent 
Copper Alloy+ 


Property Cast Extruded 

Hardness, Rockwell C...... 7 7 
Electrical resistance, ohms 

perk cm’ ccs Se es ee 128.5 X 1076 
Tensile strength, lb. per sq 

a, hee cr ee ee 75,000 | 106,000 
Elongation, per cent........ I-3 16 
Coefficient of expansion, cm. 

per cm. per deg. C........ 25 42: 6 s0me 
Vibration damping, per cent. 0.018 


2C. T. Anderson: Report of Conference on Metal- 
lurgical Research, Bureau of Mines, Salt Lake City, 
Utah (May 21, 1940) 1209. 


Increasing the manganese to 35 per cent 
provides an interesting series of alloys 
having good casting and corrosion-resisting 
properties. Properties of such alloys when 
chill-cast have been given in Table 3. 

The alloys high in zinc, in the ternary 
series zinc-copper-manganese, need to be 
mentioned. Such alloys as 70 per cent Zn, 
20 per cent Mn, ro per cent Cu, may be 
extruded or hot-pressed and have excep- 
tional mechanical properties. A typical 
example is given in Table o. 

Alloys in this series still higher i in zinc 
may be used for die castings. 


iy Bit coe os 


7 DIRECTION OF POSSIBLE FUTURE 
DEVELOPMENT OF FERROUS ALLOYS 


In connection with the difference in 
properties of alloys made with electrolytic 
and other manganese some of the iron- 
_chromium-manganese alloys have been 
discussed. These alloys,. within certain 
_ ranges, have exceptional cold-rolling prop- 
erties combined with resistance to at- 
‘. mospheric corrosion. . 
; The mechanical properties of pure iron- 
_ manganese alloys made -with electrolytic 
4 manganese have been reported by Walters,® 
- who found that, in contradiction to earlier 
E work with impure manganese, all the alloys 
_ of manganese and iron, up to 20 per cent 
_ Mn, were ductile, and, in fact, had greater 
» elongations with respect to their tensile 
strength than S.A.E. steels. Uses based on 
‘the properties of pure iron-manganese 

_ alloys can be expected. 

The strongest alloy in the series con- 
tained 11.54 per cent Mn and had an 
ultimate tensile strength of 150,000 Ib. 
elongation 25 to 27 per cent.® 
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DISCUSSION 


DISCUSSION 
(E. M. Wise présiding) 


C. L. Mantett,* New York, N. Y.—Have 
you any figures, Dr. Dean, which would allow 
for comparison of electrolytic manganese 
with other electrolytic products? That. is, 
in terms of kilowatt hours per pound for the 
d. c. and a. c. power? That is the first question. 

The second is: You discuss the manganese- 
copper alloys but with no specific mention of 
manganin. I had wondered whether the Bureau 
had done any work in connection with man- 
ganin, particularly the surface oxide effect, 
which is quite important in that field. 

You discussed the manganese-copper-nickel 
system where the nickel was a stabilizer, but 
seemed: to avoid—I do not mean to avoid 
intentionally—but seemed to avoid the dis- 
cussion of similar systems of manganese, 
copper, iron and the manganese-copper-iron- 
chromium. The reason for the interest is that 
those are in the general group of the high- 
resistance thousand-ohm alloys and they are 
of very specific interest to the nickel, chromium 
and nickel-chromium-iron group. Every time 
we have made them we successfully made 
them down to about 0.025-in. diameter wire 
sizes, but that is not where they are of interest. 
They are of interest in wire sizes of o.oro and 
below. We make the wire very nicely and then 
we put it on the shelves. Three months later 
we come back and we find the wire is not in 
one continuous piece but in several hundred 
pieces. We do not know why. Have you any 
thoughts that you might leave? 

I want to raise the question as to any work 
of the Bureau in connection with the replace- 
ment of part of the nickel in nickel-silver 
alloys by manganese. There had been some 
successful work done on that. 


R. S. Drawn (author’s reply). Well, of 
course, you have asked detailed «questions, 
and this was not a detailed paper. Later in 
the meeting Mr. Knickerbocker is going to 
give a paper on the operation of our Boulder 


City plant.f 


* Consulting Engineer. 

+ J. H. Jacobs et al.: First Two Years Opera- 
tion of the Bureau of Mines Electrolytic 
Manganese Pilot Plant at Boulder City, 
Nevada, Metals Technology, August 1944. 


318 


Of course, all we can say about the kilowatt 
hours necessary to produce electrolytic man- 
ganese is to give the best results we have been 
able to get, and we have been gradually 
edging up our current efficiency. We have 
been able to run individual cells for weeks 
at a time with some 70 per cent current 
efficiency. And I will have to ask Mr. Knicker- 
bocker about what the maximum is. 


FR. G. Kwickersocker,* Boulder City, 
Nev.—About 3.5 kw-hr. d. c. per pound. 


R. S.. Dean.—As for the comparison of 
that with other electrochemical and electro- 
metallurgical processes, that is something I 
have been studying. But I must say that I 
am not in a position to give you a real com- 
parison. I mean, if you are interested, for 
example, in the kilowatt-hours per ton to 
produce ferromanganese. I have figures any- 
where from 2200 kw-hr. up to the figure that 
somebody gave the Federal Power Com- 
mission of six or seven thousand, which I 
do not believe for a minute. 

Maybe Dr. Kinzel will tell us what a good 
figure is for the production of ferromanganese 
in kilowatt-hours per pound. 

On other things you are in about the same 
position. We know pretty well what the 
figures are for zinc, and some things of that 
kind. I do not know how far we can get down, 
but I imagine that somewhere around 3 kw-hr. 
per pound is about rock bottom, because 
there is always going to be some hydrogen. 
Seventy per cent current efficiency is 20 per 
cent higher than we thought we were ever 
,going to be able to get when we started with 
this, so I would not want to say it was the 
limit. A few years ago I would have said 
55 or 60 per cent was about all that we could 
hope for. 

Now, you ask if we have done any work on 
manganin, and the answer is, directly on the 
manganin part of the range, no. Because we 
-have been more concerned with the higher 
manganese alloys having that zero temperature 
coefficient. I did not say, and probably should 
have said in the article, that although nickel 
stabilizes the alloys as far as temperature is 
concerned, if you run your hand over a wire 
made from them, and you have a sweaty 


*U.S. Bureau of Mines. 
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hand, the wire will break all to pieces. They 
will stand about two minutes of immersion in 
sodium chloride. I do not know exactly what 
the cause of this break-up is. 

We found we could draw the wire down to 
any~given size and we could preserve it by 
handling it entirely with gloves, literally. 

That has been solved in certain ways, not 
by the Bureau ef Mines. Unfortunately, I 
am not in position to reveal the solution. 


wt 


I think those alloys will have a place because _ 


they have such very high resistance. 
Now, as for discussion of manganese in 


nickel silver, I think we have made all of — 


those alloys of one kind or another. I do not 


believe there is much merit in leaving much 


nickel in them. Going the whole way gives a 
pretty good alloy. We thought at one time 


that..we saw an advantage from a corrosion 
standpoint of having some nickel. I would 
not as yet want to speak positively on it, 


but certainly as far as physical properties — 


are concerned you can get any property, 


within reason, with just a copper-manganese 
and zinc. Long, what do you think about it? 


J. R. Lone,* Salt Lake City, Macs —I 
think that is about right. 


R. S. DEAN.—Those alloys are certainly 
adequately resistant to ordinary atmospheric 
corrosion. 
alloys are very nice casting alloys if there is 
aluminum in them, up to one per cent alu- 


than a deoxidizer. 
It is a necessary constituent of the alloy for 
casting purposes. 


A. B. Kinzet,t New York, N. Y.—I think 


Some of the higher manganese _ 


~minum, for example. I guess it is a little more 


Mr. Dean has done a very excellent job in this _ 


survey. He has touched a great many different 

applications that may materialize some day. 
I am very glad that he did emphasize the 

two major possibilities. 


That is, when we | 
. have new alloys we are looking for unique 


properties or lower cost. The cost story has — 


been the subject of much conversation. There 
is not much to say about it that has not been 
said, and the real story will be told by actual 


*U.S. Bureau of Mines. 
{+ Chief Metallurgist, Union Carbide and 
Carbon Research Laboratories. 


production cost and sales price as we go along 
"through the years. 
_ As to unique properties, the two that Mr. 
Dean investigated—namely, the temperature 
"coefficients both for electrical conductivity 
on the one hand and for expansion on the 
other—are the two properties that appear in 
this series of alloys as sufliciently unique to 
warrant our getting really interested. Whether 
‘or not we can get alloys in the electrical field 
that are sufficiently stable and useful remains 
__to be seen. I think we have gone a long way in 
that direction. Certainly that is true in the 
_ temperature coefficient work. 
I was rather interested in one statement that 
_ Mr. Dean made, and I will just wind up this 
little discussion with.a question. He said they 
had been supplying Basic Magnesium at 
Las Vegas 20,000 lb. a month of electrolytic 
" manganese. That is a goodly amount, of course. 
Is that use still experimental? 


~~ R. S. Dean.—Well, yes and no. They are 
paying us for it. That is a Defense Plant 
' Corporation proposition and the Government 
js transferring 38¢ a pound, I believe, from 
one pocket to the other, so that in that sense it 
is not experimental. I mean, it is rather a 
‘larger amount than we would feel justified 
_ in using if it were. 

However, it is experimental in the sense that, 
? as I said a couple of times, we still do not under- 
* stand all we know about the addition of 
electrolytic manganese to magnesium. I 
understand they are still using, and naturally 
would be using with only that amount of 
; electrolytic, some manganese chloride. Also, 
‘there is some question as to whether it should 
be put in through an intermediate alloy or 
_ put in directly. I think the problem of putting 
~ it in directly is purely mechanical. If you could 
"just have the manganese hotter than the zinc 
a you could get it in the magnesium. If you 
can get it hotter than the magnesium you 
* can put it in. It washes in. It is just a question 
of time. 

- Of course, the trouble with manganese in 
3 “magnesium is not putting it in but keeping it 
in. If you let it solidify it comes out again. 
- It is one of the unhappy situations. But that 
amount is really just something that we are 
_ supplying. It got into the picture as they ran 
out of chloride down there one day and to 
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keep the foundry going we started pushing 
manganese over there. We have been more or 


less trying ever since to stop gracefully, 
without success. 


A. B. Kinzet.—I gather from the paper that 
the stainless use, which was also in rather 
large amounts, is likewise still experimental? 


R. S. Dran.~-It is still experimental in the 
sense that ‘ve are furnishing manganese on an 
experimental basis to a number of companies 
particularly for stainless welding rod and 
similar: things. 


A. B. KinzeL.—What do you mean by 
‘‘experimental basis’? ? 


R. S. DeEAn.—I mean without charge on the 
basis that they give us the complete results. 
And you would be surprised how everybody 
would rather pay for the manganese. 

This one test that I referred to did consume 
about 100,000 lb. or so. But it is complete 
and that company is now, as I understand it, 
purchasing electrolytic manganese on the 
regular basis for that work and we are no 
longer supplying it. 


R. H. Bennett,* Minneapolis, Minn.—I 
think it might be interesting to give figures’ 
as to our actual output to date of metal 
presumably purchased by customers who are 
willing and able to pay and find some benefit 
in using the metal. These figures comprise the 
total cumulative product to date from the 
start of our commercial operations, which 
can be taken as about Jan. 1, 1940. 

The total is about 534 million pounds, 
114 million having gone to stainless steels, 
possibly 40 or 50 thousand included in other 
steels. But the bulk is in stainless. One million 
has gone to light metals, principally aluminum. 
That includes shipments, Dr. Dean, to the 
United Kingdom. About 114 million has gone 
to copper-based alloys; that is, alloys in 
which copper is the primary constituent, 
bronzes and brasses. About 14 million has 
gone to coinage, about 34 million to a great 
many miscellaneous uses, including chemical, 
and about 14 million to a strategic stock pile 
set up by the M.R.C. This makes a total of 
534 millions. Our actual production as averaged 


* Blectro- Manganese Corporation, 
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in the past five months of operation has been 
4% tons a day. Dr. Dean’s paper gives it 
as about 4 tons,- but it has actually been 
419 tons. 


A. B. KinzeL.—Over what period of time 
was this five and three-quarters? 


R. H. Bennetr.—Since the inception of 
commercial operation, which is Jan. 1, 1940, 
to date through January last. The metal is 
now free from allocation. For a long time it 
was closely controlled by W.P.B., until output 
was increased by expansion of our plant 
down there, the expansion being finished in 
June 1943. From that time forward the metal 
has been free from allocation and can be 
obtained in reasonable quantities. We are 
not going to pass order blanks around today 
but I can assure you the metal is available 
for your needs. 

Dr. Dean cites the production in the Bureau 
of 500,000 Ib. to date, and if you add to that 
our 534 million pounds you get the total 
amount of electrolytic manganese produced 
and available for industry. 


H. Scortt,* East’ Pittsburgh, Pa.—In the 
casting field, why do you go to so high a 
manganese content? What would be the casting 
character@of 10 to 20 per cent manganese in 
copper? What is the advantage or the function 
of the aluminum addition therein? 


R. S. Dean.—You are speaking of the 35 per 
cent manganese that I mentioned? 


H. Scotr.—Yes. 


R. S. Drean.—You should ask why they 
put 25 per cent manganese in there. I do not 
think there is anything critical about it. 
We have made them all the way up. One 
group I remember had about 17 per cent 
manganese. We thought the 35 per cent 
manganese, for some reason or other, had a 
little better property. 

What about that, Long, what is your up-to- 
the-minute justification? Are you still using 
35 per cent manganese because we originally 
thought that was a good idea? 


J. R. Lonc.—I think that is the reason for 
it. 


* Westinghouse Electric and Manufacturing 
Company. 
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R. S. DeEan.—Nothing critical about it? 


J. R. Lone.—No, we had to settle on some- 


thing and most of the work was done along | 


that particular line. I do not see any reason 
for sticking to that composition. 


H. Scotr.—Is. that amount of manganese 
protection against loss of zinc to any extent? 


R. S. DeEAnN.—In boiling the soup, it protects 
against the loss of anything. 


H. Scotr.—I mean in the molten state. 


R. S. DEaAn.—Well, those alloys if deoxidized | 


with aluminum are all right. I do not think | 


that manganese particularly protects against 
the loss of zinc. 2 


Memper.—How is it handled in remelting 
scrap? 


R. S. DEAN.—You are getting into com- 
mercial questions. We never melted a lot of 
thin scrap. There is going to be a lot of man- 
ganese lost. That question is coming up be- 


cause there is some scrap that is 72-18-10, and _ 
if anybody would like to use some of that — 
scrap I can tell them where they can get it. It | 
is obviously a new scrap material of which a | 
certain amount can be remelted in larger pieces, _ 


and there is always a certain amount of mill 


scrap. The scrap problem in manganese alloys | 
is new because there has not been any until | 


lately. 


H. Scott.—How about corrosion resistance 


relative to the manganese-free alloy? 


R. S$. DEAN.—Corrosion resistance relative 
to a brass—we thought they were a good 
deal better than salt spraying, and so on. 
I have no quantitative figures. They seem to 
be more like a nickel silver than a brass. 


MermsBer.—How do these things behave — 


when silver plated, particularly after hard _ 


soldering? That is the practical situation. 
I should think the oxidizing ability might 
cause some difficulties. > 


¥ 


R. S. Dran.—I think that has been done and | 


done quite satisfactorily, but I do not have the 
details. 

We have done a little work on plating. 
In general those alloys seem to behave very 


much like nickel silver. But perhaps the tests 
were not such as would indicate the difficulties 
that might show up in a commercial applica- 
tion. That is very often the case. That is 
emphasized with all of these things, every 
one of them that we have gotten into. The 
‘man who tried them has gotten into a peck 
of trouble but he has gradually gotten out of it. 
I think that they can be plated. 


W. M. Perrce,* Palmerton, Pa.—To answer 
Mr. Scott’s question, which I take to refer to 
- dezincification, I would say that we have tests 
a showing that some of these alloys behave 
qualitatively like the corresponding copper- 
_ zinc alloys and do undergo dezincification. 
_ We do not know that this is true of all the 
alloys of the system nor that the effect is 
" quantitatively the same. The corrosion re- 
' sistance of the alloys is nevertheless good. 


A: C. Loonam,j Lake Charles, La—I 
_ have done some work on alloying electrolytic 
_ manganese with magnesium. It seems to be a 
case of time and temperature, but particularly 
of getting a flux that will keep the manganese 
surface clean. It has a tendency to form a 
‘black coating that absolutely insulates it 
“from the metallic magnesium. I have made 
alloys as high as 2.2 per cent manganese on a 
~ small scale. 

' I should like to ask about this magnesium- 
4 manganese-lithium alloy. You said it could be 
- cold-rolled. Do you mean 5 or ro per cent? 


. q R. S. Dean.—No, I said in the paper 96 per 
cent. 


A. C. Loonam.—How high do you have to 
" go in manganese? 


- RR. S. Dean.—Manganese is not important, 
lithium is. About 4 per cent lithium for the 
best results. You can get some good results 
~ below that but for one of these very rollable 
alloys I would. like to say around 4 per cent 
for safety, although we made some at one time 


*Chief of Research Division, The New 


- Jersey Zinc Company. 
z T: Wlathieson Alkali Works. 
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in the laboratory with 0.5 per cent that was 
very good. 

Are you willing to say what the flux is for 
putting’ manganese in magnesium? 


A. C. Loonam.—I had a good grade of flux 
of approximately the same composition as 
Dow 230; that is, about 55 per cent potassium 
chloride, 34 per cent magnesium chloride, 
Qg per cent, barium chloride, and 2 per cent 
fluorspar. 


R. S. DEAN.—That is more or less cell feed. 


A. C. Loonam.—There is no KCl in that. 
Apparently the flux has to be freshly made up. 
I have not had as good results with the com- 
mercial material as I had with the freshly made 
up material. It picks up moisture on storage 
and that seems to be harmful. 


R. S. Dean.—Did you use finely divided 
manganese? 


A. C. Loonam.—About minus 20 mesh. 


R. G. KwIcKeRBOCcKER,* Boulder City, 
Nev.—Basic Magnesium, Inc., has been 
grinding electrolytic manganese to minus 
+o mesh in iron disk grinders in order to 
prepare the metal] for introduction into molten 
magnesium. It has reported the presence of 
MnO in this metal, which is believed may be 
formed in the grinder. It has also been reported 
that finer sizes of electrolytic manganese metal 
are produced by grinding in a liquid media, 
such as formaldehyde, in order to lessen the 
oxidation effect on the metallic particles. 


A. C. Loonam.—When I got alloying most 
readily, the magnesium was actually wetting 
the steel crucible and the steel stirring rod. 
The flux was doing a good job of cleaning. 
Unless you get that effect the manganese 
goes in slowly. 


R. S. Dean.—How much iron did you take 
in from the steel crucible? 


A. C. Loonam.—Not much. 


* U.S. Bureau of Mines. 
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Symposium on Practical Aspects of Diffusion 


Preface 


By Rosertr F. Meut,* Memper A.I.M.E. 
(Chicago Meeting, October 1943) 


THE purpose of a symposium, I take it, 
is to gather together a group interested in a 
‘common intellectual field, in order to ex- 


change views, and to appraise the state of 


knowledge. Symposia are the more success- 
ful, the greater the activity in the chosen 


- field and the wider the range of applicabil- 
_ ity of the information gained. From time to 


time, as emphasis changes from one field of 
research to another, a given subject may 
enjoy popularity and later retire into a 
scientific somnolence, for fashions change 


_ even among engineers and scientists. The 


subject of this symposium, however, enjoys 
the advantages of wide applicability and of 
high current interest and productivity in 
results. It is a timely subject for a sym- 
posium; with much new information, surely 


- metallurgical engineers should now devote 


_ an increasing attention to its application to 


practice. 
In beginning the symposium, I shall 


attempt briefly to appraise our basic 


knowledge in the field, to survey instances 
of practical usefulness, and to suggest 
where new work might be most productive 


of useful results. There are many examples 


of direct practical application of diffusion 
knowledge, and it is the purpose of the 
several papers in this symposium to review 
these. In this introduction I shall attempt 


a to take a broad view, which, while it will 


but poorly serve the engineer in the solu- 


Carnegie Institute of Technology, 


tion of any given problem, may perhaps be 


Manuscript received at the office of the 


Institute Nov. 1, 1943. Issued as T.P. 1658 in 
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of some use in assessing the state of knowl- 
edge in this field. 


RATE OF DIFFUSION 
Liquid Metals 


The process of diffusion among liquid 
metals, of gases in liquid or solid metals, or 
among solid metals, is ubiquitous, to say 
the least. The manufacture of alloys by the 
intermelting of metals, the addition of 
ferroalloys to molten steel, the deoxidation 
of molten alloys, all involve diffusion in the 
liquid state. The oxidation of molten copper 
for purposes of purification, the unsought 
oxidation of alloys generally during melting 
and casting, the reaction of liquid steel with 
oxidizing slags in the open-hearth furnace, 
the absorption of nitrogen by liquid steel, 
particularly in the. bessemer furnace, all 
operate by the diffusion of gases in liquid 
metals. : 

These processes have not been studied 
much from the viewpoint of rates of diffu- 
sion. Alloys are made by melting metals 
with stirring and with allowance of time 
for mixing (which is diffusion) but I know 
of no studies that seem to define the neces- 
sary times, and though in only very rare 
cases can faulty properties of the finished 
castings be ascribed to inadequate mixing, 
and though certainly in most cases, with 
stirring, the rate of diffusion is adequate to 
give sufficient mixing, a more quantitative 
treatment would be good to have. It is not 
wholly certain that thorough and sufficient 
mixing is at all times attained, for I suspect 
that ferroalloy additions to steel, and that 
additions of aluminum to steel as a deoxi- 
dizer, especially in the sampling of steels 
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for analysis for oxygen, may not always be 
well mixed. : 

The rates that control the over-all rate of 
refining of steel in an open-hearth furnace 
comprise the rate of absorption by the slag 
of (primarily) oxygen from the gas, the rate 
of diffusion of oxygen through the slag, the 
rate of exchange of oxygen from slag to 
molten steel, and the rate of diffusion of 
oxygen in the steel. Even though turbulence 
and boiling, and convection, provide mass 
kinetic disturbances, information is needed 
on the rates of surface interchange and of 
diffusion—measurements are now almost 
entirely lacking, doubtless because of their 
difficulty, but they are not impossibly 
difficult.:2 The importance of these 
separate processes is greater in electric- 
furnace melting than in the open hearth, 
since stirring and convection are less severe. 
This case is obviously somewhat analogous 
to the scaling of metals in gases, and a 
similar quantitiative behavior would be 
expected. 

Surprisingly enough, very few measure- 
ments are available on the rate of scaling of 
liquid metals and alloys. While this is 
closely analogous to the scaling of solid 
metals, there are some differences—for 
example, there cannot be a comparable 
orientation relationship between the scale 
and the metal with accompanying atom 
binding across the interface. It has been 
observed that very small amounts of added 
elements may provide a skin to molten 
metal which greatly retards loss of a 
volatile constituent. We may expect that 
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metals frequently must be annealed with- 
out perfect atmospheric protection, and 
since it is necessary to supply the engineer 
with metals for the construction of equip- 
ment which show minimum deterioration in| 
use at high temperatures. A few general 
principles of wide utility are available; for 
example, the Pilling and Bedworth princi- 
ple* associating the parabolic rate of | 
oxidation of metals like copper with the | 
coherency of the scale maintained by the 
volume expansion accompanying the for- 
mation of oxide, and associating the linear 
rate of metals like magnesium with the. 
cracking of the scale occasioned by the 
shrinking of volume on scaling; and in 
alloys, the principle that protection against - 
oxidation is assisted by the addition of a 
Jess noble metal, which, oxidizing more 
readily than the base metal, furnishes a 
nearly pure skin of the oxide of that added | 
metal, providing protection. But the 
phenomena accompanying the formation of 
external scale on alloys are exceedingly — 
complex, particularly with respect to com- 
positional changes, for not only is the gross 
composition of the scale frequently very 
different from that of the alloy, but usually 
there are differences in composition from | 
the inside to the outside of the scale, as 
also of the metal.4-§ 

The parabolic rate of oxidation of metals | 
is the result of the laws of diffusion; at a 
given temperature the rate of scale growth 
depends upon the concentration gradients | 
of oxygen and the rate of diffusion of 


oxygen in the scale and in the metal, 
though unfortunately there have been no 
direct determinations of the rate of diffu-_ 


the oxide scale or film on molten alloys 
will show complexities in composition 


similar to those exhibited by the scale on 
solid alloys. This is a field to which a worker 
could devote his whole career, for it is 
unexploited and the results of his work 
would be of practical interest. 


Solid Metals 


The reaction of gases with solid metals 
obviously is of practical importance, since 


1 References are at the end of the paper, 
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sion in oxides. Although such a simple > 
analysis cannot be made for the oxidation 
of. alloys, this is probably only because of 
the complexity in composition and phase 
relationships, and lack of information on 
diffusion coefficients and on solubilities. 

In addition to the formation of external 
scales, the oxidation of alloys is accom- 
panied by internal oxidation of the less 
noble constituents, a subject to which 


e 
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_ F.N. Rhines’~® has contributed in recent 
_ years, and, as he shows in his paper in this 
_ symposium (p. 335), the phenomenon 
is one of practical importance. The rate of 
internal ‘oxidation, the rate of formation of 
_ the so-called subscale, may be analyzed 
_ quantitatively, at least formally, and has 
_ been demonstrated to conform to diffusion 
4 laws. The process furnishes a technique for 
the study of some of the more obscure phe- 
-nomena of diffusion; for example, aniso- 
; tropy in diffusion and the rates of 
_ grain-boundary diffusion, to which refer- 
ence will be made later. 
___ These studies on the rate of oxidation of 
Z metals and alloys have furnished much 
__ basic knowledge on the diffusion process. 
_ It is probably proper to digress here to 
remark that knowledge in a field advances 
~ not only by fits and starts in the usual 
fashion, but often by the growth of knowl- 
edge in a parallel field: ideas on the nature 
of diffusion in solid metals have been much 
extended by findings in the field of oxida- 
tion, as in another case new ideas have been 
obtained from such an apparently remote 
field as the electrical conductivity of solid 
- salts. The metallurgical scientist had better 
keep his eye not only on the metallurgical 
journals but also on the chemical and 
physical journals! For example, the phase 
“FeO,” wiistite, formed on iron by oxida- 
tion above 570°C., is a solid solution in 
which there are vacant lattice positions, 
lattice points which in a fully developed 
Z lattice would be occupied by iron atoms;"° 
the growth of this scale proceeds by the 
diffusion of iron, not oxygen atoms, through 
-this lattice; a similar circumstance occurs 
in Cu,O and other oxides. This phe- 
nomenon has led to the assumption of 
vacant-lattice-point diffusion—“hole dif- 
fusion””—in metals, which at least in some 
cases appears to have been confirmed. 


Thin Films 


apparent major mysteries in the formation 
of scales, but for thin films—films up to 2000 
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It may be taken, then, that there are no 
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A. thick—the parabolic law fails, and an 
exponential law is obeyed, not reconcilable 
in a simple way with. diffusion laws." 
These films, of such importance in corro- 
sion and oxidation behavior, certainly 
require further study. It is possible that a 
new art is appearing of the deliberate 
creation of special surface films, _for, 
arguing from the electrical conductivity 
of compounds, Price and Thomas! pro- 
duced a method to coat silver with an 
invisible film of Al,O; by controlled oxida- 
tion of silver containing small amounts of 
aluminum, which provides a high degree 
of tarnish resistance. I understand that this 
method has found but little practical 
application, yet the method is very promis- 
ing. Practical results of this sort should 
appear increasingly as continued research 
improves our knowledge of the process of 
oxidation. 


CARBURIZING, DECARBURIZING 
AND NITRIDING 


Carburizing, decarburizing, and nitrid- 
ing are also examples of the reaction of 
metals with gases with accompanying 
diffusion. The arts are far advanced, but > 
it appears that continued advance in 
science will assist the art.1* It has long been 
known that carburizing is a process of 
surface absorption of carbon from car- 
burizing gases and the inward diffusion of 
this carbon. The factors that control this 
rate, however, have been rather obscure, 
despite attempts at analysis. In a formal 
way it is apparent that there are two 
processes, either of which, whichever is 


‘the slower, may determine the over-all 


rate—namely, the rate of absorption of 
carbon at the surface—and the rate of diffu- 
sion inward. If the rate of absorption at 
the surface is the more rapid, the surface 
will immediately attain and retain that 
carbon concentration in austenite which is 
in equilibrium with the gas employed at 
the temperature chosen; and this is, of 
course, readily subject to simple test. 
Some gases, especially the hydrocarbon, 
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behave in this way. If this condition ob- 
tains, the course of the curve of carbon 
concentration away from the surface, and 
the variation of this with time and tem- 
perature, should be calculable with preci- 
sion from the rate of diffusion of carbon. 
The rate of carburization should thus be 
determined by the equilibrium concentra- 
tion at the surface and the rate of diffusion. 
Good concentration penetration curves in 
carburizing are surprisingly scanty in the 
literature, but some excellent curves have 
been obtained recently by F. E. Harris." 
Given the surface equilibrium concentra- 
tion of carbon, the curve of carbon con- 
centration should slope off to lower values 
toward the center of the piece, following a 
sagging course, as required by the prob- 
ability function for these boundary condi- 
tions. Observed curves do not depart much 
from the theoretical, but do show a slower 
rate of decrease near the surface than re- 
quired by theory. It has been hard to 
understand this in the past, and extraneous 
reasons have been sought, but this now 
appears unnecessary. The simple curve of 
the probability function is drawn assuming 
the diffusion coefficient D to be invariant 
with concentration.1* Measurements by 
C. Wells,1® however, show that D in- 
creases with increasing carbon, up to one 
per cent carbon, beyond which his meas- 
urements did not extend. If it may be 
assumed that D continues to increase and 
at an accelerating rate toward the limit of 
solubility of carbon in gamma iron, in a 
manner similar to that observed for the 
alpha solid solutions ‘of copper,!” it will 


attain fairly high values at this limit, the’ 


surface concentration in the carburized 
piece. And such high values at these con- 
centrations, when used with the probability 
function to calculate the penetration curve 
would provide the course observed in the 
experimental curve.18 

Since it has been observed that D for 


carbon in gamma iron is unaffected by 


grain size, impurities, or alloying additions 
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in the amounts commonly used in heat- 


] 
| 
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treating steels,!° it might be suspected that _ 


various steels, including alloy steels, would 


carburize at the same rate when allowance | 


is made for the variations in equilibrium 


solubility occasioned by alloy additions, 


and Harris was able to show that this is | 
indeed the case. The practical problem of | 


carburizing has thus been very greatly 


simplified. Similar analyses could readily | 


be applied to decarburizing and nitriding. 


DIFFUSION OF GASES THROUGH METALS 


Simple diffusion of gases through metals, 
in the absence of scale or subscale forma- 


tion, has been studied, especially hydrogen — 


in palladium, iron, etc.!° The paper by 
F. J. Norton and A. L. Marshall (p. 351) 
deals with this kind of diffusion. 


The diffusion of hydrogen in iron and ] 
steel is of great practical importance, in | 


pickling, and especially in the generation 


of flakes in steel and in their prevention. 


The mechanism is certainly not simple, for 
the absorption of hydrogen frequently 
creates structural disturbances—“‘rifts.’’?° 


The diffusion of gases through metals is" 


expressed ordinarily in terms of a perme- 


ability coefficient, which at once includes | 


not only the diffusion coefficient but also 
the rates of absorption on one side of a 
metal septum and.the rate of desorption 
on the other. We should have more data 
where these rates are separately determined 
and where the diffusion coefficient is prop- 
erly calculated for a known concentration 
gradient. 

Diffusion in solid metals is the chief 


interest of the physical metallurgist, of 


course. The data on this subject are far 
more complete. 


FREEZING oF ALLOYS 


It will be recognized that the freezing 
of alloys requires diffusion—as 
Gayler points out (p. 372), castings of 
alloys could not be made without it. The 
sepasation of the initial solid phase is ac 


¥ 
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companied by a change in the composition 
in the liquid; as freezing proceeds diffusion 
in both solid and liquid phases continues. 


If this diffusion were infinitely rapid, the 


frozen alloy would be homogeneous; since 
diffusion in both phases is characterized by 
finite, not infinite, rates, the cast alloy 


ingot or casting—is not homogeneous; 


segregation occurs, creating a structure 
which on the gross scale shows differences 


_ in composition from outside to center and 


on the fine scale shows the familiar coring 
associated with dendritic segrégation. Lit- 
tle can be done to control this practically, 


and the engineer perforce accepts this 
segregation as characteristic of the alloy 
he is casting. The casting may be subse- 


quently annealed, and the ingot may 
be subsequently worked and annealed, 


treatments which through the opera- 


: ‘tion of diffusion tend to smooth out the 


’ . . . . --* 
variations in concentration characterizing 


the segregation. While gross ingot segre- 


"gation responds ineffectively to this treat- 


ment, because the distances over which 


_ diffusion must operate are extreme, coring 


does respond in many alloys. Cold-working 


_ or hot-working breaks up the pattern of 
' segregation, tending to sharpen local con- 
- centration gradients, much assisting diffu- 
sion upon subsequent annealing. Some 


alloys, particularly alloy steels, are very 


- little responsive, however, for though the 


segregation of carbon can be practically 


eliminated, the dendritic segregation of 


alloy elements is very unresponsive toward 
annealing treatments, owing, it would 
seem, to their characteristically low-rate of 
diffusion. Apparently at the moment we 


* must suffer this type of segregation in 


alloy steels. 


HOMOGENIZATION 


The quantitative treatment of the 


homogenization of cast alloys is analogous 
to that of the homogenization of mixed 


powders. These two cases differ only in the 
fact that the cast alloy possesses points of 
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high and low concentration with concentra- 
tion ‘gradients between, whereas in mixed 
powders the initial compact is‘a mixture of 
the powders of two pure metals. Homo- 
genization in either case consists in inter- 
diffusion with the aim of producing a 
homogeneous alloy. The rate of homogeniz- 
ing is determined by the initial concentra- 
tion differences between the points of high 
and low concentration, the distances 
between these points, which together serve 
to define the concentration gradient, and 
the structural disposition and arrangement 
of these points.”? 

Even if the geometry of the points, the 
initial concentration differences, and the 
diffusion coefficients are all known, the time 
rate of homogenization cannot be cal- 
culated, for the boundary conditions are 
complex and a solution to the diffusion 
law is not available; this matter will be 
mentioned later. Yet in the lack of a full 
solution, comparative rates can be estab- 
lished. For mixed powders, the effect of 
particle size on the rate of homogenization 
can be calculated, by assignment of dis- 
tance and concentration indices to describe 
the system. Since the rate of diffusion 
invariably follows an exponential tempera- 
ture law, with a plot of the logarithm of D 
against the reciprocal of the absolute tem- 
perature yielding a straight line,!° and since 
the variation of the rate of homogenization 
with temperature is determined only by the 
variation of D with temperature, the 
logarithm of the rate of homogenization 
(expressed as the reciprocal time to obtain 
a certain degree of homogenization) also 
plots against the reciprocal of the absolute 
temperature as a straight line. The rate of 
homogenization at two temperatures thus 
serves to establish the whole temperature 
course, and this is a result of easy practical 
application. In passing it should be noted 
that no wholly satisfactory method- of 
describing the state of heterogeneity in an 
alloy has as yet been proposed, though it 
would be extremely useful, especially in the 
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\ study of the factors affecting the harden- 
ability of alloy steels.?? 


DIFFUSION IN TREATMENT OF METALS 


The examples of the operation of the 
process of diffusion in the fabrication and 
treatment of metals are exceedingly numer- 
ous and diverse. It would serve no purpose 
here to review them all. Generally, in any 
alloy where there is solid solubility and 
where concentration differences occur, 
diffusion, however limited or extensive, 
-will obtain. I shall here only select a few 
examples. 

The simplest case is that of clad metals, 
to which attention will be directed by the 
paper of F. Keller and R. H. Brown (p. 
377) and that of. A. A. Smith (p. 387), 
or metals heated in media which, as in 
carburizing, add an element to the 
surface, which I. R. Kramer will de- 
scribe.* What has been said concerning 
carburizing largely applies here; when 
intermediate phases occur, these will be 
subject to simple metallographic principles 
already well known,!® though the rates at 
which these form, obeying diffusion laws 
only approximately, hint at some hidden, 
unrecognized effect.?* The field of protec- 
tive metallic coatings has been much 
exploited, and doubtless will be even 
further developed.”4 

The loss of a volatile component metal 
on the heating of an alloy, exemplified by 
the dezincing of alpha brass, is also an 
example of diffusion. The calculation of the 
rate of loss of zinc upon dezincing from the 
diffusion coefficient is easy—or, conversely, 
the calculation of the D from the rate of 
loss of Zn—and this would seem to be a 
simple method to determine D.?° Yet the 
results from several workers appear to vary 
extremely, by as much as ro! in the value 
of D, and in no case is the value satisfyingly 


*See end of symposium, 
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near to the value determined by the more 
ordinary method.!7 This is an important 


| 
| 
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! 
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problem, which should be subject to | 


minute study. 

Both of the two major types of trans- 
formation in metals and alloys—precipita- 
tion from solid solution and eutectoid 
decomposition—proceed by nucleation and 
growth, each of which requires diffusion. 


Diffusion science has been applied in these _ 
subjects only in an attempt to gain an — 


increasing knowledge of the nature of the 


processes; it has not as yet offered much by 


way of results for practice. The process of 


age-hardening is more complicated than it 


was once thought to be.?® 


The hardening process itself is now 


known to be related to the formation of 
precipitate particles, the lattice of which is 
coherent with the matrix; this is a matter 
of lattice geometry, and the extent of 
hardening in a given time period of aging is 


as much dependent upon the lattice” 


geometry (of matrix, transition lattice and 


equilibrium precipitate), which provides 
and maintains lattice coherence, as it is” 


upon the rates at which nuclei of precipi- 
tate form and grow.’ But even a measure 


of the volume of the precipitate, taken asa __ 


measurement of the true rate of aging, does 


not give really useful data, for the volume © 


is determined by the rate of nucleation, by 


the size of the nuclei, and by the rate of 


growth, none of which can as yet be deter- 


mined.?8 Even if values for them were 


available, not much further progress would 
be had, for it appears clear that knowledge 


of the surface energies of the participating 


phases is required to calculate rates of 
nucleation and this is not available.?* In the 
theoretical expression for the rate of 


nucleation as developed by Becker®? the 


activation heat of diffusion Q is only one of 
the factors. The fact that a plot of the 
rate of aging versus the reciprocal of the 
absolute temperature gives a straight line 
(analogously to a plot of D vs. 1/T)—a fact 


that at first suggested that the rate of aging | 


pete», 
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is determined by D, and that in some cases 


the temperature coefficient of the rate of 
aging is the same as for D—must now be 
held to be only a rough approximation.*® 
Careful study shows that linearity not 
always obtains, and any correspondence 
between the Q-values is largely fortuitous. 
The best we can do at the moment in 
correlating diffusion and aging rates is to 
point out in a qualitative sense only that 


-aging rates increase with temperature 


approximately exponentially, whereas D 
increases precisely exponentially, and that 


in various systems, and speaking quite 


roughly, the rate of aging at a given tem- 


_ perature is the greater the lower the melting 


from the 


point of the alloy, which is also true for D. 
Progress in this field in the near future is 
likely to be restricted to the geometry of 
lattices, with the energetics of the process 


4 left until there have been further advances 


in the physics of the solid state. 
The formation of pearlite from austenite 


~ is one of segregation; pearlite, composed of 


lamellae of alpha iron and cementite, forms 
homogeneous solid solution 
austenite, and thus the diffusion of carbon 


_ is required. Pearlite forms by a process of 


nucleation and growth. The rate of nuclea- 


_ tion, a readily determined quantity, cannot 


now be calculated, for though the concen- 
tration fluctuations in austenite might be 
calculated adequately, the difficulty of sur- 


face energies appears again. The rate of 


growth would seem to be a simpler matter, 
for here we need only to set up the problem 
of the distance over which diffusion must 
operate, the interlamellar spacing, and 
provide a proper solution to Fick’s law for 


_ the case, and finally, knowing D, calculate 
the rate of growth. But it has not been 


possible to solve this problem mathe- 
matically; I shall later suggest a method of 


attack. 


Despite these limitations, a study of D 
for carbon in austenite has yielded some 


= fruit. It has been shown that D does not 


vary with austenite grain size, and corre- 
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spondingly it has been observed that the 
rate of growth does not vary with grain 
size;1®.80.31 it has been shown that alloying 
elements diffuse far more slowly than car- 
bon,*? and, since in alloy steels not only 
carbon but also the alloying element must 
diffuse, alloying elements greatly decrease 
the rate of growth. Further progress here 
will depend also on new knowledge of the 
physics of the solid state that will permit 
us to calculate the rate of nucleation, and 
new mathematical analyses that will pro- 
vide the rate of growth, 


ELECTRICAL ANALOGUE METHOD 


) 


It has been pointed out several times 
that diffusion data cannot now be applied 
to many problems because of indeterminate 
boundary conditions under which diffusion 
operates and owing to a lack of a solution 
to Fick’s law under some complex boundary 
conditions. The practical problem cannot 
be analyzed mathematically because of 
its complexity. There is available. now, 
however, an experimental method of far- 
reaching engineering importance, which 
frequently can be employed in such cases. 
This is the electrical analogue method, as 
practiced by V. Paschkis.**** This method, 
in which Fourier’s law of heat flow (termed 
Fick’s law when applied to diffusion) is 
simulated in an experimental apparatus 
by analogous electrical circuits, with tem- 
perature represented by voltage, heat 
capacity by electrical capacity, and thermal 
conductivity by electrical conductivity, 
furnishes automatic records of temperature, 
avoiding complicated mathematical analy- 
ses. The method has been applied to many 
practical engineering problems with suc- 
cess. Its application to diffusion problems 
is as direct as to heat problems, for both 
diffusion and the flow of heat obey Fourier’s 
law. No use has yet been made of the 
method in the field of diffusion in metals, 
but it should greatly widen the possibili- 
ties of the engineering application of 
diffusion knowledge. 


) 
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APPLICATION OF DIFFUSION KNOWLEDGE 
TO PRACTICAL PROBLEMS 


Applications of diffusion knowledge to 
practical problems fall into two categories: 
first, direct application, where a result of 
practical importance is yielded directly; 
second, indirect application, where know]- 
edge of the diffusion problem yields a better 
understanding of the process concerned. 
This second type of contribution should 
not beheld lightly, though the engineer 
often tends to, for knowledge, yielding 
understanding, bestows upon the worker a 
discriminating intelligence in an approach 
to a practical problem; and scientific facts 
will, conversely, prevent him from under- 
taking hopeless approaches to a problem, 
—for example, without our present knowl- 
edge of the rate of diffusion of carbon in 
austenite and the factors which affect it, 
doubtless many of us would be attempting 
to produce steels of more rapid carburizing 
power by altering the austenite grain size. 


SCIENTIFIC KNOWLEDGE OF DIFFUSION 


Perhaps we should then, finally, con- 
sider the state of our scientific knowledge 
of diffusion. 

The theory of the atomic mechanism of 
diffusion is in rather good shape. The old 
difficulty in the mechanism of atom inter- 
change on lattice points*! is beginning to 
resolve itself by the development of the 
“hole” theory of diffusion, which, at least 
in the case of self-diffusion in copper, 
appears to be on firm ground.#®.36 

Our theory of the physical factors deter- 
mining the value of D in various solid solu- 
tions, however, is primitive; it rests upon 
studies in only a few systems, and can 
proceed no further at the moment than to 
state that D is the greater the farther the 
solute from the solvent in the periodic 
table; i.e., the greater the chemical affinity 
between solute and solvent. These values 
of D are practically exclusively for terminal 
solid solutions; no trustworthy data have 
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been reported for intermediate solid solu- 
tions. To further our knowledge of the 


physical factors determining the value of D, _ 


since all theoretical calculations on the 
solid state are difficult, a more far-flung 
experimental attack should be undertaken 
—more determinations of D in more sys- 
tems. This is laborious and exceedingly 
time-consuming, though not difficult; it is 


a data-gathering job, comparable to so » 
many others in science, for which society | 
has never provided an adequate organiza- _ 


tion, and I suspect we shall stagger along 
as a scattering few assume the task. It 
would be good to have rapid methods to 


determine D, so that data collecting could 


proceed apace, but such methods must be 
able to determine D at various tempera- 
tures and in variation with concentration, 
else they will supply average D-values of 
little and deceptive usefulness. 

Those solid solutions that have been 
thoroughly studied—e.g., carbon in aus- 


varies markedly with concentration, and I 
suspect it may do so in nearly every case. 
The rise of D to very high values near the 
limit of solid solubility is a striking phe- 


‘tenite, zinc in alpha brass—show that D | 


nomenon, of uncertain meaning. The sug- 


gestion that the variation of D with 
concentration originates in the variation 
of the thermodynamic activity coefficient 
with concentration hardly seems acceptable 
on either scientific or factual grounds. We 
have already*’ seen that a high value’ of 
D near saturation is important in the prac- 
tical matter of carburizing. 

Our information on the effect of grain 
size upon D is in a very unsatisfactory 
state. In some cases the observed average 
D varies with grain size, and in others it 
does not.*! Our most complete information 
is on the system tungsten-thorium, of 


considerable importance to the physicist — 


but of little importance to the metallurgist. 
Even when the effect is recognized, our 
conception of grain-boundary diffusion is 
not clear.** Is the faster rate of diffusion at 


at 
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boundary region only a few atoms thick, 
7 or does it extend over many atoms? Is the 
rate at a maximum precisely at the grain 
_ boundary, falling off away from the 
boundary until it assumes the value of the 
volume diffusion? Is the rate at the grain 
boundary influenced by the relative orienta- 
tions of the two neighboring grains, and at 
; a maximum perhaps when this is greatest? 


: the grain boundary restricted to a grain- 
4 


_- When there is an appreciable difference 
between D at grain boundaries and within 
' the grain, a D-value measured on a poly- 
_ crystalline aggregate is an average value; 
- but it is not yet known how this average 
may be calculated from the separate 
_ D-values. Grain-boundary diffusion is very 
_ important, for we observe so many proc- 
esses that are much more rapid at the 
grain boundary; for example, the nuclea- 
' tion of pearlite. It is possible, as Rhines 
{ points out,*°? that the rate of diffusion at 
' grain boundaries becomes increasingly 
"greater than that within grains as the 
_ temperature falls; this suggestion is impor- 
tant, and there should be much work done 
- onit. Rhines’ method of employing internal 
_ oxidation to detect this difference, though 
qualitative, offers a promising approach. 

' Nor is there much information on the 
' anisotropy of diffusion. Our only good 
- quantitative data are for self-diffusion is 
© bismuth, and we need similar data for 
_ metals and alloys of commercial usefulness. 
While it appears that diffusion should be 
isotropic in cubic metals‘ qualitative 
> observations on the diffusion of copper in 
aluminum suggest an anisotropy ;*! this is 
practically of importance, for if it were 
_ general the preferred orientations of worked 
and recrystallized metals must be taken 
- into account in applying diffusion data. 
It is possible that the anomalies in the rate 
of growth of intermediate phase ‘layers 
mentioned earlier may be associated with 
- such an anisotropy, though grain-boundary 
- diffusion and grain reorientation may also 
be operative. The problem of anisotropy 
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can best be attacked by employing single 
crystals—indeed, far too little work on 
diffusion in single crystals has been at- 
tempted. Such work would yield informa- 
tion quite free from the ambiguity which so 
frequently attaches itself to work on aggre- 
gates, in which anisotropy and _ grain- 
boundary diffusion are associated in an 
indeterminate mixture. Related to diffusion 
in metals with preferred orientations, the 
effect of cold-work on D requires much 
further study; there have been no quantita- 
tive measurements. The difficulty, of 
course, lies in technique, since heating to 
provide diffusion to a degree that can be 
measured destroys cold-work; it is neces- 
sary to measure D at very low tempera- 
tures, requiring the special techniques of 
electron diffraction or radioactive tracers.*! 
It would be pleasant to have a plot of D 
versus percentage cold-work. 

This field is one of the important fields in 
metallurgical engineering and science. 
Knowledge of diffusion can solve practical 
problems directly, and has done so, and it 
has increased and will continue to increase 
understanding in many fields apparently 
unrelated. If it is true, as I sometimes think 
it is, that the profession of metallurgy 
suffers a bit from a sort of schizophrenia— - 
half science and half engineering—we 
should try to alloy these halves more 
completely, with really good science 
anxious to minister to really good engi- 
neering, and with good engineering freely 
demonstrating its interest and its debt to 
good science. 

I think we shall continue to face the 
necessity of developing much of our own 
basic science, for while physicists and 
chemists have contributed much to metal- 
lurgy, any study of the history of the main 
branches of the science of metals discloses 
that the workers directly or indirectly allied 
to the metal industries have contributed by 
far the more; but we must be busier at 
developing our science of metals, and we 
must do much better work. And our 
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engineering should be more independent 
of other branches of engineering, attempt- 
ing to create a true branch of modern 
engineering out of its present science and 
its present practical information. Engineer- 
ing and science—both of these are our 
responsibility. 
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BEcAUSE of the nature of the environ- 
_ ments in which metals are handled, it is 
_ natural that gases should be suspected of 
_ intruding into metallurgical operations, 
there to produce effects both beneficial and 
detrimental. The problem of tracing and 
controlling such effects is often made 
difficult by the complexity of the condi- 
tions surrounding their occurrence, even 
" though the fundamental mechanisms in- 

' volved may be simple and of familiar type. 
_ Many gas-metal reactions are known to be 
implemented by processes of diffusion. 
_ These form a homogeneous group of 
phenomena which become more readily 
understandable when viewed together, in 
_ that the knowledge gained from one serves 
to interpret the next. 

It is the purpose of the present paper to 
present, by means of examples drawn from 
practice, a brief survey of the ways in 
diffusion serves and 
obstructs the purposes of the metal- 
fabricating industries. The selection of the 
cases described was made by consulting 
more than thirty-six practicing experts 
whose combined experience provided an 
extensive coverage of the field and who 
were in a position to supply examples of 
occurrences of present day interest. The 
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response was generous and it is regrettable 
that space permits the description of only 
a limited number of typical examples with 
but brief mention of parallel cases. 


Tue NATURE OF GAS-METAL DIFFUSION 


The term “gas-metal diffusion,” al- 
though commonly used, is ambiguous in so 
far as it implies that a definite group of 
substances may be identified as gases and 
may be expected to behave in a manner 
distinct from other substances in associa- 
tion with metals. “Gases” such as oxygen 
and hydrogen when diffusing through a 
liquid or solid metal are properly com- 
ponents of the liquid or solid solution; they 
behave as alloying elements and are not to 
be distinguished in their diffusion charac- 
teristics from other elements, except that 
each has an individual rate of diffusion. 
On the other hand, a number of metals in 
certain temperature ranges are volatile to 
the extent that they may appear in the 
form of vapor in metallurgical operations. 
For the sake of greater definiteness, there- 
fore, it will be convenient to regard as 
“‘gas-metal diffusion” any process in which 
the result depends upon one or more of 
the diffusing elements appearing, at some 
stage, in the gaseous state, or as a Com- 
pound gas. 

No element, gaseous or otherwise, can 
diffuse through a liquid or solid metal 
unless it is at least slightly soluble in that 
metal. The elements of low atomic number 


335 


336 


such as hydrogen, oxygen, and carbon are 
believed to diffuse interstitially; they have 
relatively high rates of diffusion in the 
metals in which they are soluble. This is the 
one characteristic that may be said to set 
the “gases” in a unique class as regards 
diffusion behavior. 

It is highly improbable that any sub- 
stance can diffuse through a solid in the 
molecular form.! Such diatomic and poly- 
atomic gases as He, Oz, CO, CHa, must 
dissociate when they enter the metal and 
reassociate upon being expelled. Consistent 
with this view is the observation that 
deliberately dissociated gases are absorbed 
by metals much more rapidly than are 
initially molecular gases and the saturation 
limit is much higher.* 

As the degree of dissociation of a gas 
increases with the temperature, the rate of 
its absorption by the metal increases 
correspondingly. 

The rate of diffusion of a gas into a metal 
rises likewise with the partial pressure of 
the gas up to the dissociation pressure of 
the first stable compound that forms 
(thereafter it increases only if the gas is 
soluble in the compound); this is equivalent 
to saying that the amount diffused in- 
creases with the concentration head where 
the maximum head is that provided by 
the solid solution in equilibrium with the 
compound. Rates of diffusion are also 
subject to the accelerating or retarding 
influence of alloying elements and to 
increase by cold-work. ~ 

These principles will be found to apply 
in all of the cases about to be described; the 


1 References are at the end of the paper. 

* Ballati and Lussana? and others have 
shown conclusively that nascent hydrogen 
produced at the outside of an iron pressure 
vessel will diffuse through the iron into the 
chamber against a high pressure of contained 
molecular hydrogen and still further raise its 
pressure. When the atomic hydrogen leaves 
the iron at the inside of the chamber it re- 
associates to molecular hydrogen (He) and 
atomic hydrogen (H+) does not accumulate. 
Thus a diffusion gradient favoring the inward 
diffusion of atomic hydrogen is maintained. 
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more specialized characteristics of “gas. 
metal diffusion” will be pointed out as the 


| 
. 
| 
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need arises in connection with individual | 


processes. 
Gases IN MotteEN METALS 


It is generally observed that liquid 
metals become ‘gassed’? more rapidly 
when overheated.* Accelerated “gassing” 


at high temperatures may result from one | 
or more of several causes: (1) greater | 


solubility of the gas, (2) more rapid diffu- 
sion, or (3) a greater portion of the gas in 
the atomic rather than the molecular state. 


Increased solubility has probably been 


overemphasized as an explanation of 
“gassing”; much of the experimental 


evidence on gas solubility limits is open to | 


question upon the basis of false equilibria. 
On the whole, it appears more likely that 
accelerated gas absorption is the result 
of more rapid diffusion and, in some cases 
at least, of the presence of gases in the 
more active atomic form, capable of dis- 


solving beyond the stable solubility limit. 


Hydrogen is absorbed in significant 
quantities by almost all of the common 


metals except those of the “white metals” | 
class. Moreover, most metals appear to 


absorb hydrogen more rapidly from water 
vapor than from hydrogen gas itself; pre- 
sumably, nascent hydrogen is released in 
contact with the metal when a metal oxide 
is formed by the oxygen of the water mole- 
cule. Thus the presence of water vapor is 


perhaps one of the most common causes of 


the “gassing’’ of metals. There is a cen- 
turies old saying among bronze founders 
to the effect that “sound castings cannot 
be made when it thunders.” The implica- 
tion is clear, that humidity causes “gas- 


sing.” Sometimes epidemics of “gassy” — 


metal in the foundry occur in periods of 


*In this connection the term ‘‘gassing’’ will 
be understood to apply to the absorption of 
substances that may be released as gases at the 
time of freezing. ‘ 
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4 . 
4 
: low humidity, but when related to weather 
conditions over an extended period are 
gto ound to follow at more or less regular 
intervals after periods of excessive in- 
; clemency. The explanation in such cases 
"may be that ingot stored in imperfectly 
protected places acquires an adsorbed film 
of moisture, or corrosion product, which is 
released, or decomposed, some time later 
i when the ingot is melted. Preheating the 
_ ingot in an open place before melting some- 
_ times reduces “gassing.” 
The noble metals, particularly silver, 
= be “gassed” in similar fashion by 


oxygen; exposure to air either dry or moist 
_ will introduce significant quantities of 
_ oxygen into silver. Nitrogen appears to dis- 
~ solve in detectable though relatively small 
_ quantities in liquid metals of the iron 
group and, indeed, in most of the metals 
_of the higher periods. There is some reason 
“to believe that nitrogen may be involved in 
the “gassing” of iron itself, but there is 
scant information with regard to other 
' metals commonly handled in the foundry. 
Analyses of the gases extracted from a 
number of metals have tended to show the 
_ presence of a wide variety of gases. These 
observations, so far as they may be applied 
~ to the production of porous castings, should 
_ be accepted with reservations. Considering 
_ the existing mass of published observations 
~ as a whole, it appears reasonably certain 
that each metal is subject to appreciable 
| “gassing” by a very limited number of 
~ gases. Thus aluminum probably is not 
- sensitive to gases other than hydrogen; 
E - copper to gases other than hydrogen and 
- sulphur dioxide, and so on. In this connec- 
tion it should be observed that compound 
gases appear to be absorbed only when 
_ both component elements are individually 
soluble in the metal to an appreciable 
extent. e 


Degassing of Liquid Metals 
_ For the removal of dissolved gases from 
_ metals, there are two common methods, 
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which clearly involve diffusion of the gas. 
The first of these, “fluxing” with an 
insoluble gas, is illustrated by the practice 
of bubbling chlorine through aluminum to 
remove hydrogen. A large area of oxide- 
free metal surface is provided by the 
chlorine bubbles and the hydrogen back 


_ pressure within each bubble is very low. 


Thus a hydrogen concentration gradient is 
provided between the hydrogen-rich metal 
and the hydrogen-poor atmosphere of the 
bubble and the contaminating gas diffuses 
out of the aluminum. Any gas, except one 
carrying hydrogen, that does not form a 
reaction film on the aluminum may be sub- 
stituted for the chlorine, but oxygen and 
air are inferior, because the aluminum oxide 
film formed provides a barrier to the out- 
ward diffusion of the hydrogen. The fact 
that appreciable quantities of gas are re- 
moved from aluminum in a few minutes by 
this method provides striking evidence of 
the rapidity of the diffusion of hydrogen in 
molten aluminum. 

A second method of removing dissolved 
gases involves slow freezing with stirring. 
Gas solubilities generally fall to low values 
abruptly at the freezing point of the metal; 
the major part of the gas is concentrated by 
diffusion into the residual liquid and 
eventually is evolved when the saturation 
limit is exceeded. It is not absolutely essen- 
tial that the metal bé frozen slowly or that 
it be stirred meanwhile; the soluble gas 
content of most metals may be materially 
reduced simply by double melting where 
the only special .precaution taken is to 
avoid overheating and preventable access 
to contaminating gases during the final 
melting operation. Secondary metals, if 
free from moisture and corrosion products, 
often yield less “‘gassy”’ castings because 
they have been melted twice. Apparently, 
a gas such as hydrogen released as bubbles 
in the first freezing cycle assumes the mo- 
lecular form and is not quantitatively re- 
absorbed during remelting, but largely 
escapes from the molten bath. 


338 


Gas EvoLuTiIon IN CASTINGS 


The manner of release of dissolved gases 
during the freezing of a casting is subject 
to wide variation, depending upon: (1) the 
constitution of the gas-metal system, (2) 
the gas concentration, (3) the presence or 
absence of nucleating surfaces and (4) the 
rate of freezing. Where the metal becomes 
supersaturated above the melting point, 
gas bubbles may appear in the liquid, but 
their ~initiation is unlikely except at 
nucleating surfaces such as particles of 
floating solid matter or mold walls. Some 
of the gas so released may rise to the top 
and escape; bubbles forming on impervious 
mold walls more often remain as “‘surface 
blows.” In the copper alloys industry, in 
particular, it is found that a stream of 
molten metal flowing down the side of the 
mold deposits large gas bubbles, which 
grow with the quantity of metal passing 
over a particular area of mold surface. 
For this and other reasons it is found best 
to introduce the stream of molten metal in 
such a way that it. does not flow down a 
_ side of the mold. Excess gas, if released in 
the melt, is then in a more favorable posi- 
tion to escape 

Where the quantity of gas dissolved by 
the melt is initially below the saturation 
limit it is not evolved until sufficiently 
concentrated in the residual liquid by the 
partial freezing of the melt. The solid 
generally has a lower capacity for dis- 
solving gases than has the liquid; as crystals 
form, the gas is rejected and becomes con- 
centrated at the liquid-solid interface, 
establishing a gradient which promotes its 
diffusion into the remaining body of the 
liquid. Ultimately the saturation limit is 
reached and gas bubbles are formed upon 
nucleating solid surfaces. The physical 
effects ef such release of gas ina partly 
frozen mass differ widely, dependent upon 
the quantity of gas released and upon the 
geometrical forms of the openings among 
the crystals, 
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If the quantity of gas is large and it is 


released before a bridging network of solid - 


has formed, much of the gas may escape 
through the top of the casting, occasional 
bubbles being caught under overhanging 


ledges of solid. A familiar example of this | 


is to be found in. the rimming action of 


concentrated in the liquid just in advance 
of the growing crystals are released in the 
form of carbon monoxide gas, which largely 
rises to the top of the ingot. A small part 
of the carbon monoxide is trapped beneath 
dendrite arms of columnar crystals growing 
into the melt all along the surfaces of the 
ingot and remains in the form of elongated 
horizontal gas pockets in the solid metal. 

A large volume of gas released after an 
extensive network of solid has formed may 
result in the behavior variously known as 
“spitting,” “sprouting” or “throwing a 
worm,” The gas trapped within the net- 
work of dendrites increases in pressure 
until it drives some of the last remaining 
liquid out through the nearly solid upper 
surface of the casting. Instances of this 
kind of action are met where sifver has 
been gassed with oxygen or where copper 


has been overpoled and contains an 


excess of sulphur. 
Smaller quantities of gases usually act 
to modify the natural shrinkage behavior 
of the metal. It is possible to have the 
volume of released gas exactly compensate 
for the shrinkage experienced by the metal 
during freezing. When this occurs it is 
usually found that the gas tends to decen- 


tralize shrinkage and forms minute bubbles | 


well distributed through the solid. Flat-top 


wirebar of tough-pitch copper is made by — 


carefully adjusting the oxygen and sulphur 


content of the metal so that the critical | 


amount of gas is present. It has also been 


_ unskilled steel ingots. Carbon and oxygen — 


found ythat difficult permanent mold cast- 


ings of aluminum and sand castings of 
certain copper alloys, particularly those of 


the silicon bronze type, can be made by 


controlled gassing; when adequate risers 
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cannot be used, shrinkage may sometimes 
j be reduced by carefully overheating the 
, metal until it is gassed just to the necessary 
extent. 
, Under other conditions small quantities 
_ of gases appear to exaggerate interdendritic 
_ shrinkage. Apparently gas accumulating 
in shrinkage cavities prevents further feed- 
_ ing of liquid metal into the opening. This 
_ often results in the formation of long chains 
_ of interconnecting voids. Normally such 
voids are not open to the external surface 
_ of the casting, but when the surface is cut 
_ away in dressing or machining the casting 
_ they are uncovered and the metal is found 
_ to be porous in a pressure test. 
__ It is interesting to reflect that, although 
most kinds of ingots contain some gas, 
_ either in microshrinkage cavities or in blow- 
holes, sound wrought products can usually 
_ be made from the ingot. In many cases, the 
pores appear to weld completely during 
working and the gases vanish. Perhaps this 
_ should be expected as a result of the high 
rate of diffusion at hot working tempera- 
- tures, the increase in pressure caused by 
compressing the cavities and the fact that 
the gases present are likely to be those that 
entered initially by diffusion through the 
- metal and therefore should be capable of 
diffusing out again. This seems to argue 
that blisters in wrought products must be 
caused either by the presence of insoluble 
_ gases (perhaps carried in during pouring) 
- or by the segregation of soluble gases in 
pockets too large to permit escape by 
diffusion or in which an obstruction to 
diffusion, such as an oxide film, has 
_ appeared. 


Gases IN SOLID METALS 


To a limited extent the “gases” present 
in solid metals are those absorbed at the 
time of melting and not evolved during 
- freezing; there is ample opportunity, how- 
ever, for the further introduction of 
_ “gases” in the course of the many and 
diverse heating operations to which metals 
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are subjected in the course of fabrication. 
It is possible, under special conditions, to 
introduce gases even at room temperature. : 
In general, the capacity of solid metal to 
dissolve gas is less than that of the liquid 
and the diffusion rate is slower, but the 
effects produced are by no means cor- 
respondingly less significant. 


: Hydrogen 

As with liquid metals, hydrogen is 
absorbed in solid metals most rapidly 
when supplied in the dissociated form. 
Thus high temperatures, the presence of 
water vapor or its equivalent, the release 
of nascent hydrogen by chemical reaction, 
as in pickling or electrolysis, all promote 
contamination with hydrogen. The prac- 
tical results of hydrogen absorption, in the 
absence of other reacting substances, arise 
chiefly from its influence as an alloying 
element (which differs greatly from metal 
to metal), from volume changes and from 
effects associated with the subsequent 
evolution of gas. 

Perhaps the best known of these is the 
hydrogen embrittlement of ferrous mate- 
rials. This is encountered chiefly upon the 
exposure of the metal to nascent hydrogen 
at or near room temperature. When the 
source of contamination is removed, the 
gas gradually diffuses out of the metal 
and the original ductility is largely re- 
covered; heating in the absence of hydrogen . 
hastens the return to normal properties. A 
few examples of typical occurrences of 
hydrogen embrittlement may be of interest. 

Certain high-carbon steel springs in- 
tended for use in aircraft are zinc or 
cadmium plated to improve their corrosion 
resistance. Both during preliminary elec- 


‘trolytic cleaning and during plating, - 


hydrogen ions are set free at the metal 
surface: A considerable quantity of hydro- 
gen is dissolved and the springs are 
rendered subject to failure if it is not 
removed before they are put into service. 
To accomplish its removal, the plated 
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springs are heated in the air at 190°C. for 
three hours. 

Similar embrittlement often is caused 
simply by pickling ferrous materials. 
Acids such as hydrochloric and sulphuric 
release at the. metal surface nascent 
hydrogen, which is partly absorbed. Where 
pickling occurs prior to a working operation 
the consequent embrittlement may be 
troublesome. Wire and rod pickled after 
an intermediate anneal must be allowed to 
stand-in the air for some time or must be 
baked at a low temperature to recover 
ductility. Langdon and Grossmann® have 
reported that embrittlement caused by 
pickling increases with the carbon content 
in hardened steels, decreases with the 
carbon content in normalized steels, and 
increases with cold-work and with the 
temperature of the pickle bath; ductility 
returns, although not completely, in about 
three days at room temperature. It would 
seem from this that the inward diffusion 
of hydrogen is more rapid the smaller the 
carbon content, but that hydrogen is a 
more effective embrittling agent in the 
unstable (hardened) material. This coin- 


cides with the common observation that 


low-carbon steels lose their brittleness 
spontaneously with greater ease than do the 
high-carbon steels, 

Electroplates, particularly those of iron, 
nickel and chromium, if formed under 
conditions where a considerable quantity 
of hydrogen is released, are often very 
brittle and give trouble in buffing. Hydro- 
gen probably is only a contributing cause 
of the excessive hardness in such cases, but 
whatever the cause, it is found that the 
ductility can be improved by baking at 
moderately low temperatures. 


It has been suggested above that: 


hydrogen is not completely removed by 
standing at room temperature or by bak- 
ing. Actually, small quantities of hydrogen 
may remain in steels even after short 
treatments at relatively high temperatures, 
and this small residue may have a pro- 
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| 
nounced influence upon the behavior of | 


’ the metal. It has been shown that the | 


elongation and reduction of an area of a 
0.20 per cent carbon steel can be increased 
by aging at temperatures up to 540°C. 
and the improvement is attributed to the 
further escape of hydrogen. 

Where ferrous materials are subjected 
to stress at elevated temperatures, the | 
presence of dissolved hydrogen promotes | 
the development of cracks. Thus hot- 
formed products contaminated with hy- | 
drogen are slowly cooled to avoid the 
development of shatter cracks. Flakes in 
wrought steel are believed to result from 
the development of fine cracks in the metal 
when it is worked without first being 
freed of hydrogen by sufficiently prolonged — 
heating. : 

Some other metals are similarly sensitive 
to hydrogen embrittlement. Electrolytic | 
nickel, as produced, contains a considerable | 
quantity of hydrogen, which is partly 
retained through subsequent melting and 
casting operations if special precautions | 
are not taken. When such nickel is rolled 
or forged, cracks develop. It is found 
possible to eliminate the major part of 
the hydrogen in melting by oxidation or 
by a carbon boil. 

Tantalum is also notably embrittled by | 
hydrogen; in this case, the gas is rapidly 
absorbed from heat-treating atmospheres. 
Since an oxidizing anneal is impractical, . 
because of the ease of oxidation of tan- | 
talum, a vacuum treatment is used for the | 
removal of the hydrogen. ) 

Palladium dissolves the largest quantity | 
of hydrogen of any of the better known . 
metals and is somewhat embrittled thereby. _ 
It is known that a hydride of palladium is | 
formed. Presumably the inherent brittle- | 
ness of this phase is responsible for the | 
change in properties suffered by palladium | 
in a low-temperature hydrogen anneal. . 

Another effect of the diffusion of hydro- 
gen into a metal is a small but definite 
increase in volume. The potential impor- 
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tance of this is probably not yet fully 


appreciated. Palladium expands as much 
as 4 per cent when saturated with hydro- 
gen; iron expands somewhat less, but the 
results can be important. For example, 
electrodeposits of iron are subject to 


- exfoliation (spontaneous peeling) if formed 


in the presence of excess hydrogen. It is 
postulated that the first layers of the iron 
plate laid down before the polarization 
of the electrolyte is fully developed are 
relatively low in hydrogen. Subsequent 
layers are more contaminated and the 
hydrogen contained in them tends to 
diffuse into the purer layers. This expands 
the metal first deposited without a cor- 
responding increase in the dimensions 
of the outer layers, causing the plate to 
break away in curled flakes. Several other 


_-metals are likewise subject to exfoliation, 


perhaps from the same cause. 
These observations lead one to wonder 


' whether the increasing application of 


bright-annealing treatments will not lead 
to new troubles in the form of the slight 
distortion of some products. Possibly the 
distortion of sintered powder metal com- 


- pacts results in part from unequal hydrogen 


absorption. 
The electrical and magnetic properties 


of some metals are known to be slightly 


affected by the presence of dissolved 
hydrogen. Such effects are normally incon- 


4 sequential, because the hydrogen is lost 
upon standing in the air; but in certain 


applications, such as the use of thermo- 
couples in a hydrogen atmosphere, the 
results may be troublesome. It has been 
reported that Chromel-Alumel thermo- 
couples may give readings as much as 
100°C. low after heating for some time in 
moist hydrogen at r000°C. 

The release of hydrogen from solid 
solution is held responsible for a number 


- of undesirable occurrences in the metals 


industries. Pinholes in tinplate are thought 
- at times to be caused by bubbles of 
hydrogen released from the steel by accel- 
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erated diffusion when the metal is heated 
in the tin bath. Coatings of paints and 
enamels have been found to blister when 
hydrogen is released beneath them. There 
are other possible explanations of some of 
these effects, which will be mentioned 
presently. 

It has also been suggested that blisters 
in wrought steel and aluminum products 
may be caused by the release of dissolved 
hydrogen acquired in pickling or in a 
furnace atmosphere. Presumably the gas 
bubble is initiated by a stress concentra- 
tion, and diffusion is accelerated by the 
deformation of the metal. The evidence 
upon these points is by no means clear. 

Alloys that contain oxygen, carbon, or 
stable hydride-forming elements are sub- 
ject to chemical reaction with hydrogen. 
The oxygen-hydrogen reaction will be 
discussed in a later section. When iron- 
carbon, tungsten-carbon and nickel-carbon 
alloys are heated to a relatively high tem- 
perature in the presence of moist hydrogen, 
some methane gas (CH) escapes; in this 
way carbon is lost from the alloy. Decar- 
burization is primarily a surface reaction 
where the carbon diffuses toward the out- 
side and there unites with the hydrogen to 
form methane. Special note should be made 
of the importance of moisture in the 
system; this is another illustration of the 
greater activity of atomic hydrogen. 

The importance of controlling heat- 
treating furnace atmospheres to prevent 
the decarburization of steels is so widely 
recognized that this subject may be passed 
over without further comment. It is per-' 
haps not so generally appreciated that 
other types of alloys containing carbon are 
similarly subject to deterioration by de- 
carburization; this is especially true of 
nickel-carbon alloys in which the temper 
varies with the carbon conterit and is 
therefore subject to the effects of decarburi- 
zation. In some cases decarburization is 
desired. Moist hydrogen atmospheres can 
be used to purify iron, thus increasing the 
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magnetic permeability and affecting other 
properties sensitive to small quantities of 
carbon. Magnetic irons are sometimes 
treated in this way; likewise. nickel for 
vacuum tubes may be freed of its carbon 
by hydrogen treatment. 

Hydrogen under pressure is seldom en- 
countered in fabricating operations, but is 
common in the chemical industries. Inglis 
' and Andrews!‘ have shown that at slightly 
elevated temperatures (250° to 450°C.) 
hydrogen at 250 atmospheres pressure 
produces the same effects of decarburiza- 
tion, deoxidation and crack formation 
noted at lower pressures, but at more rapid 
rates characteristic of reaction at higher 
temperatures. The “caustic embrittle- 
ment” of boilers probably results from the 
diffusion into the steel of hydrogen under 
high pressure released by some reaction 
between the metal and water or impurities 
in the water. 


Surface Oxidation 


With a few exceptions, the surface oxida- 
tion of pure metals proceeds either by the 
diffusion of oxygen through the oxide 
layer to meet and react with the metal or 
by the reverse process, in which the metal 
diffuses outward through the oxide layer 
to meet the oxygen. The chief practical 
results of the surface oxidation of pure 
metals are too familiar to warrant discus- 
sion here. 

Alloys, on the other hand, oxidize in a 
variety of ways, only vaguely understood, 
and thus give rise to a number of unantici- 

' pated effects. Perhaps the most commonly 
encountered of these is the alteration of 
the alloy composition. In the majority of 
cases the various elements in an alloy 
oxidize at different rates, which are not 
proportional to the concentration of the 
element in the alloy. Thus in extreme cases 
(which are not uncommon), the more 
reactive element may oxidize alone, leaving 
the less reactive element unattacked and 
changing the alloy composition in a layer 
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adjacent to the surface of the metal. The | 


ancient process known as the “blanching” 
of silver depends upon the removal of cop- 
per from the surface of a silver-copper 
alloy; this is done simply by oxidizing the 
material at an elevated temperature in the 
air. An easily removed copper oxide scale 
is formed and the work is left with a 


surface layer of nearly pure silver. Gold | 


alloys may be similarly enriched. 
There are innumerable examples of inadal 
vertent composition change accompanying 


surface oxidation where a scale is formed 


and also where no scale is formed. Iron- 
carbon and nickel-carbon alloys may lose 


carbon in the form of carbon monoxide or 
carbon dioxide in the course of surface 


oxidation; platinum-rhodium thermocou- 
ples may lose rhodium without the forma- 
tion of any scale because the rhodium oxide 
evaporates as it forms. 

Conversely, in other alloys early selective 
oxidation seems to halt the loss of alloying 
elements by forming a protective oxide 
scale which provides a barrier to further 
diffusion. Brasses heated in the absence of 
oxygen tend to lose zinc by volatilization. 
If heated in the air, however, a protective 


film of zinc oxide quickly forms and retards 


the further loss of zinc. This condition is 
to be associated with the defect in brass 
known as red stain, which appears in areas 
where oxidation has been restrained by a 
deposit of carbonaceous material or other 
obstruction that prevents the formation of 
the protective oxide layer; elsewhere the 
brass color is maintained by the protective 
action of the zinc oxide. 


Subsurface Oxidation 


Wherever the minor component of an 


alloy forms the more stable oxide, sub-. 


surface oxidation is possible. The modes 


of occurrence of such oxidation are almost 


as numerous as the alloys in which they — 


are observed, but usually may be classified 


as one or a combination of the types: 


(1) general precipitation of separate parti-_ 
| 


cles of the oxide of the alloying element 
within a matrix of the major metal, (2) 
deposition of relatively thin layers of 
the oxide of the alloying element along the 
grain boundaries or special planes of the 
: major metal or (3) envelopment of particles 
_ of the major component in a matrix of the 
oxide of the alloying element. In most cases 
_ oxidation proceeds by the inward diffusion 
_ of oxygen and the outward diffusion of the 
alloying element, the two meeting and 
reacting at an advancing interface below 
the outermost layer of metal. Trué subscale 
formation (precipitation of oxide within a 
- metallic matrix) occurs chiefly in dilute 
_ alloys at high temperatures; grain-boundary 
oxidation occurs preferentially at lower 
_ temperatures (commonly at the tempera- 
_ tures of hot-working and heat-treatment) 
and in the more concentrated as well as in 
j dilute alloys; continuous scales, containing 
- embedded metal, appear most often among 
alloys containing large quantities of the 
_ oxidizing element. 
The practical aspects of subsurface 
oxidation generally arise either from the 
presence of weakening films of oxide or 
_ from the depletion of the surface zones of 
' the metal in the alloying element. Occasion- 
ally the depletion is found to extend entirely 
3 through the material. 
Hensel, Larsen and Holt® have described 
" what they call a “birch-bark effect” in 
~ complex copper alloys that contain various 
_ quantities of cobalt, beryllium, silicon, 
cadmium and phosphorus, which are used 
for springs. When these alloys are heated 
“in the air there appears a subscale which 
sometimes becomes detached when the 
springs are bent but sometimes remains 
firmly attached. In either case the subscale 
~ is harmful because the penetration is of the 
intercrystalline type and the notches so 
formed greatly reduce the fatigue life of 
the springs. It was found possible to pre- 
vent oxidation only by heating in hydrogen. 
A somewhat similar effect was recently 
encountered when a manufacturer of Lake 
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copper sheet attempted to reduce the 
amount of pickling necessary after inter- 
mediate anneals by changing from a highly 
oxidizing to a nearly neutral atmosphere 
in the annealing furnace. The resultant 
sheet was brittle and was found to contain 
grain-boundary films, presumably of oxides 
of iron, arsenic or other impurities present 
in the copper. Evidently, in the earlier 
practice, surface oxidation had been more 
rapid than internal oxidation; thus all 
effects of oxidation were removed in pick- 
ling. Ductile copper was again produced 
by returning to this procedure. It should 
be noted that the use of a reducing anneal 


-was avoided as a remedy in this case be- 


cause of the danger of the hydrogen reduc- 
tion embrittlement of this copper which 
is not oxygen free. Another manufacturer 
reports a parallel effect in the production 
of copper rod; if grain-boundary oxidation 
occurs, the material becomes difficult to 
form by cold drawing and breaks away in 
chips during knurling. 

A number of troublesome occurrences of 
internal oxidation in ferrous materials have 
been reported. For example, Welchner and 
Roush® within the current year demon- 
strated that certain NE steels containing 
residual silicon or aluminum form a grain- 
boundary subscale in the course of carburi- 
zation. The carbon monoxide used in 
supplying carbon also. provides oxygen. 
Casehardened gears made of these steels 
were found to have short life. Failures of 
stainless-steel electric heating elements 
have also. been traced to intergranular 
oxidation, presumably of the chromium. 

Among cases of similar damage to 
mechanical properties resulting from in- 
ternal oxidation that have been mentioned 
in the present survey are: rough surface 
on cold-drawn copper-chromium alloys 
that had been annealed in the air; the 
failure of Nichrome in the presence of hot 
air or carbon monoxide; poor buffing quali- 
ties in alloys of silver containing copper, 
zinc, cadmium, magnesium or beryllium if 
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they have been annealed in the air and the 
oxides of these metals precipitated in- 
ternally (in sterling silver the effect is most 


familiar and is known as “‘fire’’); and the , 
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heated to 980°C. in the air their age 
hardenability is destroyed. | 

The electrical properties of alloys, being | 
very sensitive to composition, are also 


Fic. 1.—SILVER-CLAD STEEL, SILVER AT THE TOP, COLD-ROLLED, ANNEALED 4 HOURS AT 870°C. IN | 
AIR AND AIR-COOLED. UNETCHED: x 100. j 
Tron oxide is visible at the interface and just within the silver layer. ‘ 
(Courtesy J. L. Christie and C. H. Chatfield.) 


deterioration of light metal castings (alu- 
minum and magnesium) and _ certain 
wrought alloys during heat-treatment. In 
the last named, it is not certain that 
internal oxidation is involved. Stroup’? 
has shown that the duralumin-type alloys 
lose strength and ductility if heat-treated 
in moist air. 

Another group of effects of internal 
oxidation is to be associated with the 
withdrawal of an alloying element from 
solid solution. Age-hardening copper-beryl- 
lium alloys are particularly sensitive ‘to 
internal oxidation because of the great 
reactivity of beryllium. If the solution 
heat-treatment of this material is carried 
out under oxidizing conditions the age- 
hardening characteristics may be destroyed 
in a surface layer, or, in the extreme, 
throughout the metal. A similar behavior 
is observed with chromium alloys; when 


? 
subject to modification by internal oxida- _ 
tion. It has long been recognized that the > 
temperature coefficient of Manganin wire | 
can be altered by heating in air. Likewise, | 
base-metal thermocouples slowly change | 
their electromotive force with time at 
temperature in the air, and this is thought 
to be the result of internal oxidation. — 
Smart and Smith’ have shown that 
copper containing small quantities of 
several oxidizable elements, including anti-_ 
mony, cadmium and tin, suffers a rise in” 
conductivity and a decrease in the ‘re- 
crystallization nee ATS when heated 
in the air. & 


Oxidation of Bi-metals g 

A special case of internal oxidation is 
found in the handling of certain bi-metal 
products. This is illustrated by the be- 
havior of silver-clad steel when heated for 
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protracted intervals in air at temperatures 
as low as 425°C.; iron oxide forms near 
_ the junction of the two metals and the 
coating tends to spall. Oxygen, which 
_ diffuses through the silver coating, reacts 
with dissolved iron in a zone within the 
_ silver adjacent to the iron and also at the 
interface (see Fig. 1, presented through 
_ the courtesy of J. L. Christie and C. H. 
Chatfield, who have described the effect 
under discussion). A similar deterioration 
_ of silver electroplates on base metals has 
been known for some time and may be 
presumed to occur in the same way. 


Reduction of Contained Oxides 


Many commercial metals and alloys 
contain oxygen either in solid solution or 
in the form of an oxide. When such mate- 
~ tials are heated in the presence of hydrogen, 
~ carbon monoxide or similar reducing gases, 

’ the hydrogen or carbon may diffuse into 
- the metal and there reduce the oxides or 
' react with the oxygen to form insoluble 
water vapor or one of the gaseous oxides 
of carbon. If this occurs where the products 
of reaction are confined, a considerable 
_ pressure may be generated and blisters or 
cracks will form. 
; Perhaps the best known occurrence of 
this type of actign is that of the hydro- 
4 gen embrittlement of tough-pitch copper. 
— Heyn early analyzed the process and it is 

- now known that in copper it is caused by 
hydrogen, and no other reducing ‘gas, 
reacting with copper oxide, alloy oxides, 
or dissolved oxygen in the copper to form 
water vapor under pressure. Cupronickel 
alloys and oxygen-bearing iron are also 
subject to this kind of embrittlement (to be 
distinguished from the “hydrogen em- 
brittlement” of iron by the presence of 
dissolved hydrogen in the absence of 
oxygen). It is interesting that, although 
Heyn? described the reduction embrittle- 
ment of iron in one of the few attempts 
- that have’ been made to interest the lay- 
man in the science of metals, the users of 


course of their manufacture. 
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iron have almost lost sight of the phe- 
nomenon, probably because most ferrous 
materials carry too little oxygen except 
that in the form of difficultly reduced 
oxides. 

Despite general familiarity with the 
hydrogen embrittlement of copper and a 
thorough understanding of means of 
combatting it, the metallurgist continues 
to be plagued with unexpected occurrences 
of the effect. Two recently reported cases 
will serve to indicate the diversity of 
circumstances under which the damaging 
conditions may be met. Tough-pitch 
copper washers were being annealed in the 
To avoid 
excessive oxidation the treatment was 
conducted in a closed container and the 
washers were embedded in iron chips, to 
prevent sticking. Hydrogen embrittlement 
occurred and was traced to the presence of 
a small quantity of moisture and oil on 
the iron chips. It should be recalled that 
water vapor, particularly in contact with 
iron, releases hydrogen and it is possible 
that oil is similarly decomposed. The 
trouble was avoided by the use of a 
phosphorus-deoxidized copper. 

In the second case, tough-pitch copper 
pipe was being brazed in an assembly; at 
the edge of the joint the copper was 
embrittled. Here hydrogen was present 
in the flame used for brazing. Again 
oxygen-free copper was substituted, al- 
though the difficulty might have been 
avoided by more careful control of the 
flame and by limiting the time during . 
which the copper was heated. It is note- 
worthy that tough-pitch copper is currently 
being handled in bright-annealing (reduc- 
ing) atmospheres by keeping the tempera- 
ture as low as possible (425°C.) and 
avoiding long heating times. 

Another important result of the reduc- 
tion of contained oxides is found in the 
blistering of galvanized iron. Just before 
the steel is dipped in zinc it is pickled to 
remove dirt and scale. In this step the iron 
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absorbs hydrogen. If oxides are present 
within the iron or on its surface, the 
hydrogen reacts to produce water vapor 
at the galvanizing temperature and a 


blister appears. The best remedy is to use’ 


clean steel. Another similar effect is en- 
countered in the enameling of ingot iron. 
If the iron contains carbon it reacts with 
the oxides of the enamel during baking 
and produces blisters, known as “ pop- 
pers.’’ Ordinarily ingot iron contains insuf- 
ficient_carbon to cause blistering, but if the 
metal has been subjected to an anneal in 
the presence of carbonaceous gases it may 
absorb sufficient carbon to cause trouble. 

When wires are sealed in electric light 
bulbs or vacuum tubes, damaging bubbles 
may form in the glass adjacent to the 
- metal as a result of the reduction of oxides 
in the metal by reducing gases in the flame 
used to melt the glass. A typical example 
is found in nickel-manganese (4.5 per cent) 
wires that periodically gave trouble until 
special precautions were taken to maintain 
a neutral flame. Conversely, carbon in the 
wire may react with the oxides of the glass 
to produce carbon monoxide bubbles. 
Sometimes these difficulties are solved by 
using an oxygen-free alloy or by coating 
the wire with a material that hinders dif- 
fusion; copper-clad wires prevent gas 
evolution arising from the reaction of 
alloyed carbon with the oxides of the glass, 
because carbon does not diffuse through 
copper. 

Occasionally such strongly reducing con- 
ditions are met that materials not ordinarily 
thought of as being subject to reduction 
effects are attacked. Thus in the manu- 
facture of diphenyl, the refractory oxides 
commonly present in steel are reduced and 
steel pressure vessels develop leaks. Oxide- 
free materials give better life in this 

application. 


Alternate Oxidation and Reduction 


Related to the effect of reducing gases 
upon metals containing oxides is the effect 
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of subjecting metals alternately to oxidiz- | 
ing and reducing conditions. In the initial 
exposure the metal becomes charged with 
oxygen or a reducing agent. Upon subse- 
quent exposure to the reverse condition a 
compound gas such as water vapor or 
carbon monoxide is formed within the 
metal. Again this gives rise to cracks, 
blisters and similar discontinuities. 

The precious and semiprecious metals | 
are notably sensitive to alternate oxidation 
and reduction. For example, a palladium- 
silver (60-40) alloy is commonly annealed 
in a reducing atmosphere. When the 
furnace is opened to withdraw or introduce 
a charge, some air may enter and come in 
contact with the metal, and blisters then 
form on the alloy. Pure palladium and 
pure silver behave in much the same way. 
Indeed, palladium has been known to form 
blisters at room temperature when stored _ 
in the air after first being charged with 
hydrogen by electrolysis. Martin and 
Parker!® have recently described the 
deterioration of silver both when reduction 
follows oxidation and when oxidation 
follows reduction. Copper behaves simi- 
larly but the damage to copper is less 
pronounced; tiny blowholes form but no 
large blisters or cracks. 

Repeated cycles of oxidizing and réduc- 
ing conditions promote the disintegration 
of materials that are not particularly 
sensitive to either condition alone. Appar- 
ently minute cracks, caused by grain- 
boundary oxidation and which would grow 
only slowly under constant oxidation, are 
freed of the obstructing filling of oxide 
during the reduction phases, and so admit | 
gas more readily on subsequent oxidation. 
Thus Nichrome heating elements are found 
to deteriorate more rapidly in variable 
atmospheres; in a specific instance damage 
was found when operating at 955°C. The 
chromium oxidizes preferentially in this 
alloy, leaving a residue of metallic nickel. 
In the absence of severe damage of the kind 
just described, superficial embrittlement 


_may lead to a bad surface in metal that is 
subsequently cold drawn. A number of 
other nickel alloys are said to be subject to 
such surface effects. 


Nitrogen 

The solubility of stable nitrogen in the 
common solid metals is generally small, 
with the result that few technically impor- 
_ tant effects of dissolved nitrogen are 
_ -recognized. Iron and iron alloys will absorb 
_ small quantities of nitrogen from the air 
and this contamination is effective in 
decreasing the rate of the austenite decom- 
_ position, especially in the nickel-chromium 
austenitic steels.' It is thought also that 
_ the absorption of nitrogen by sheet steel 
_ during annealing increases its tendency 
toward strain-aging. Nitrogen can be 

removed by a hydrogen treatment analo- 
gous to decarburization except that am- 
_monia gas is formed. 

Dissociated nitrogen, on the other hand, 
diffuses rapidly into iron at slightly ele- 
vated temperatures, produces unstable 
compounds with the iron and greatly 
increases its hardness. Ammonia (NHs), 
- or cyanides X(CN), are used to supply the 
- atomic nitrogen. The dissociation pressure 
of the unstable compound Fe,N has been 
shown by Emmett, Hendricks and Brun- 
~ auer!? to be of the order of 60,000 lb. per 
"sq. in. at 420°C.; that is, the decomposing 
' compound will build up this pressure of 
~ molecular nitrogen. For this reason nitrogen 
- diffuses out of iron rapidly when the nitrid- 
ing atmosphere (ammonia) is removed, 
- leaving a surface film of nearly pure iron 
and subsurface layers of the nitrides. 

In nitriding practice it is customary to 
use an iron-aluminum alloy (or calorized 
iron or steel). The aluminum nitride is 


preference to iron nitride in a way quite 
analogous to the formation of oxide sub- 
scales. Such nitrided layers are stable. 
Occasionally nitriding of this kind is unin- 
 tentional and is damaging to the material; 
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Kanthal furnace windings and other ferrous 
heating elements containing aluminum are 
subject to slow nitriding in the air and 
eventually become brittle in use. 

Many of the less common metals absorb 
nitrogen in relatively large quantities and 
are generally made brittle by its presence. 
A notable example is chromium; among the 
others are such metals as tantalum, zir- 
conium and related elements. 


Sulphur 


Sulphur is similar to oxygen in its inter- 
action with metals. Usually it makes its 
appearance in furnace gases in the form of 
a compound such as SO2 or H;S and is 
known to dissolve in significant quantities 
in nickel, iron and copper. With nickel, 
sulphur forms a eutectic melting at 645°C., 
well within the normal working range. Thus 
a liquid nickel-sulphur alloy is produced 
by the contact of nickel with sulphur dur- 
ing annealing. Diffusion proceeds most 
rapidly at grain boundaries where a liquid 
film appears as the penetration progresses. 
This causes the nickel to become hot short. 
Upon subsequent cooling a grain-boundary 
film of a brittle nickel-nickel sulphide 
eutectic remains, and this makes the metal 
cold short. Most nickel-rich alloys, includ- 
ing those used in thermocouples and electric 
heating elements (Nichrome), behave simi- 
larly except that additions of magnesium 
or manganese react preferentially with 
sulphur and make a small contamination 
tolerable. The best insurance against 
sulphur embrittlement is, of course, the 
elimination of sulphur gases. The sulphide 
eutectic with iron occurs at a higher tem- 
perature and embrittlement by this mech- 
anism is less common therefore. 

Sulphide scales, corresponding to oxide 
scales, are formed on copper and several 
other metals. Little is known about these 
and their possible influence upon the work- 
ing properties of the metals. 

Stroup? has disclosed that some alu- 
minum alloys are damaged by heat-treat- 
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ment in atmospheres containing sulphur 
dioxide. There is a large decrease in duc- 
tility and a smaller loss in strength, brought 
about by the development of a grain- 
boundary deposit of some reaction product. 
This difficulty is encountered when mag- 
nesium and aluminum alloys are heat- 
treated successively; sulphur dioxide is 
used in the furnace atmosphere to prevent 
the oxidation of magnesium. 


Miscellaneous 


Perhaps the most important deliberate 
application of gas-metal diffusion is in 
the production of coatings by cementation. 
The numerous processes are similar in their 
mechanisms. Usually the metal is bathed 
in a vapor of a hardening element, or one 
of its compounds, at an elevated tempera- 
ture. The alloying element diffuses into 
the work and forms surface layers of 
intermetallic compounds if such are stable. 
Successive alloy layers correspond to the 
stable phases in the order in which they 
appear in the phase diagram, at the 


temperature of cementation, beginning” 


with the pure metal on the inside and end- 
ing at the outside with the phase richest in 
the alloying element that is stable at the 
vapor pressure of the system. Upon subse- 
quent cooling, phase changes that obscure 
this structural development often take 
place. Among the cementation treatments 
commonly employed are: carburizing, 
effected with CO or other carbonaceous 
gases; calorizing with aluminum, ferroalu- 
minum or aluminum chloride; chromizing 
with chromium, ferrochrome or chromium 
chloride; ihrigizing with silicon, ferrosilicon 
and silicon carbide with or without 
chlorides; boronizing with boron powder 
or ferroboron; sherardizing with zinc or 
zinc salts, and stannizing with stannous 
chloride. 

As might be expected, the cementation 
processes have their counterparts in 
unwanted contamination. For example, 
platinum thermocouples can be damaged 
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by absorbing silicon. This can happen in 
the presence of hydrogen, where it is pre- 
sumed that silicon hydride forms a carrier 
vapor. Zinc present in a furnace atmosphere" 
is destructive to Nichrome heating ele- 
ments. Brass or galvanized iron will serve 
to provide the zinc vapor. 


CLOSURE 


Many more examples of the working of 
gas-metal diffusion in industrial processes | 
will occur to the reader, no doubt. The 
literature, which has not been reviewed 
here, except incidentally, contains many 
volumes on this subject. Yet, considering 
the demonstrated technical importance of 
gas-metal diffusiédn, this knowledge is 
wholly inadequate. On the theoretical 
side, too little is known of the mechanisms | 
connecting diffusion with the physical 
results that are observed. On the practical 
side too little attention has been paid to the 
accumulation of the data that would per- 
mit the utilization of such theory as exists. _ 
There need be little doubt that future 
industrial developments will call for a 
greater understanding of gas-metal be- 
havior. The trend is emphasized by the | 
rapid increase in the use of controlled 
atmospheres in the past decade. 
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DISCUSSION 


G. P. HALiiwett,* Chicago, Ill.—I have 
not had an opportunity to read this paper; my 
first acquaintance with it was during Dr. 
Rhines’ presentation. I gathered from the fore- 
part of the paper that all the difficulties in 
gassed or porous metal are caused by gases in 
solution in the metal per se. It happens that I 
am associated with a branch of the metal indus- 
try that casts metal in sand. I want to add a 
word of caution to any foundrymen in this 
audience or to any who may read this paper 
later; that is, do not ascribe all the troubles in . 
the foundry to gas in the ingot before it is 
melted. Anyone casting metal in sand will 
realize that this is not true. We admit that it 
does happen sometimes, but gassed metal may 
be caused by the conditions of melting, and 
porous metal may be a result of the use of the 
wrong type of sand—too old or too green a 
sand; sand with too low a permeability or too 
high -a moisture content; or sand that is im- 
properly rammed. Porosity may also come from 
cores made from the wrong type of sand, or 
cores that are improperly vented or insuffi- 
ciently baked. If all these conditions are cor- 
rected—assuming, of course, that the metal is 
satisfactory in the beginning—the opportun- 
ities for obtaining gassed or porous castings are 
reduced to a minimum. 

I am very much interested in Dr. Rhines’ 
note that thunderstorms might have an effect. 
Some people may smile at it, but I have noticed 
repeatedly that when there is a spell of humid 
weather, more porous castings are made than 
during a dry spell. This is not necessarily be- 
cause we may or may not have used metal that 
has been stored for some time and accumulated 
a film of moisture. During periods of high 
humidity, we have experienced some heats that 
are more prone than others to produce porous 
castings. It is difficult to say whether this is due 
to the absorption of hydrogen from the decom- 
position of the water vapor or to some other 
undetermined factor. It is possible that there is 
something to the question of humidity, and the 
accompanying association with a thunderstorm 
that Dr. Rhines mentions. 


Sam Tour,t New York, N. ¥.—I want to 
compliment Dr. Rhines on a very excellent 


* Director of Research, H. Kramer and Co. 
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compilation and a very excellent paper. I think 
he has done a remarkable job, but I do not 
want to let Mr. Halliwell’s discussion go with- 
out some rebuttal. 

It is not true that the metal is never at fault. 
Let us not give the metal a clean bill of health 
quite so easily. Enormous quantities of metals 
produced and sold contain gases. A particular 
- foundry that has used a particular metal re- 
peatedly and for a long time, producing good 
castings, has adjusted its practice to accommo- 
date the amount of gas in the metal by melting 
a little more oxidizing, for example. If that 
particular foundry should receive a shipment 
of metal that did not have the gas in it, the 
foundry would have trouble. Vice versa, if 
foundries that are operating continuously and 
satisfactorily with metal that does not have 
gas in it receive a metal that has a little gas in 
it, great difficulties arise. 

Gas is not always a bad actor—it is a bad 
actor when it is in the wrong place. We should 
not say that all remelted metal is gas-free, 
because we know many castings that are not 
gas-free and that give trouble. It is perfectly 
possible to have ingot metal that is gassed. 
In fact, it is not uncommon to see bulged ingots 
in the form of ingot metal. 

Foundrymen should not be told to look first 
to sand or something else. They should look at 
the whole picture and determine what practices 
or what raw materials have been changed. 

I should like to add some comments on the 
effect of thunderstorms. There are numerous 
things in a foundry that affect the gas-metal 
situation other than the metal itself or melting. 
The weather can affect these other things even 
more rapidly than it affects the metal. It is 
quite common to have trouble during a 
thunderstorm in melting certain metals that 
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are readily gassed, such as manganese bronze.| 
However, a study of the particular foundry; 
having trouble often shows that a lot of char~ 
coal is being used, or trick nostrums in the form: 
of fluxes identified by trick numbers and com-, 
positions unknown. Fluxes of this type usually; 
contain hygroscopic salts. When humid weather! 
comes along, and gassy metal is produced, the} 
blame should not be placed on the metal or on} 
moisture in the air going to the burner where: 
fuel is burned to moisture. The trouble may be! 
from moisture in the charcoal, the trick fluxes,, 
the salt, the ladle linings, or other materials: 
used in the foundry. Gases in metal can come 
from numerous sources. 


F. N. Rawes (author’s reply).—In general, 
the observations of Messrs. Halliwell and Tour: 
aré in accord with the impressions that I have: 
held and have attempted to set forth in the: 
paper. 

Mr. Tour has relieved me of the necessity of | 
responding to the question of gassed ingot and | 
has done so far more capably than I could have » 
done. There remains for discussion, however, . 
the matter of the influence of the condition of © 
the sand upon porosity. In this connection a. 
clear distinction should be drawn between: 
‘surface blows” caused by gas pressure from | 
without and porosity caused by the release of * 
gas by the metal at the time of freezing. To . 
the best of my knowledge, good experimental | 
evidence of the gassing of metal by wet sand — 
in the mold, or of the contrary, is lacking; it - 
would be surprising to me, however, if any - 
metal could absorb enough gas in the few - 
moments that it remains liquid in contact with | 
the sand to materially influence its freezing ; 
characteristics. 


The Degassing of Metals 


By F. J. Norron* anp A. L. MarsHati* 


(Chicago Meeting, October 1943) 


_ Tue object of this investigation was to 
make a comprehensive study of the degas- 
sing of molybdenum in order to determine 
how rigorous a treatment was necessary 


to completely remove sorbed gases from 


molybdenum electrodes in vacuum tubes. 


_ Some work has also been done with tung- 


sten, nickel, iron and carbon. As a logical 
development of this work it‘has been shown 
that the gas is present throughout the 


body of the metal and a study has been 


made of the solubility of nitrogen in 
molybdenum and tungsten and the rate 


of diffusion of nitrogen through molyb- 
_ denum has been calculated. ~ 


Tests were made on molybdenum from 


all the commercial sources and no difference 


was discovered in the nature of the gases 


_ present, the amounts or the ease of re- 


moval. The reason for this was apparent 


- when a study was made of the manner in 
_ which gases are absorbed by gas-free 


molybdenum. It is necessary to heat 
molybdenum to 1760°C. in a vacuum of the 
order of o.oor micron for a time which 
varies lineally with the thickness, in order 
to obtain a condition in which no further 
gas is evolved by the sample. A sample 
so degassed can be handled and subse- 
quently assembled in a tube and then 


degassed readily. The gases obtained from 


molybdenum are carbon monoxide and 


This paper has been expanded from a 
Preprint published by the Institute in 1932, 
presented at the New York Meeting, February 
1932. Presented as part of the Symposium on 
Practical Aspects of Diffusion, 1943. Issued as 
7T.P. 1643 in METALS TECHNOLOGY, January 


pt General Electric Co., Schenectady, N: Y. 


nitrogen, the nitrogen being the more diff- 
cult to remove. 


APPARATUS AND TECHNIQUE 


The apparatus is shown in Figs. 1 and 2. 
It consisted of two units, a degassing 
system and an analytical system. Each 
had a bake-out oven, as shown surrounding 
the systems in the sketches. The system 
will be traced, starting from the sample in 
the degassing system. 

A water-cooled quartz chamber sur- 
rounded the sample. The high-frequency 
coil, which heated the sample, extended 
only around this chamber and was cooled 
by an air blast. High-frequency power of 
1800-meter wave length was obtained 
from a self-rectifying oscillator circuit with 
a maximum power input of 20 kw. A 
graded seal connected the quartz to the 
rest of the apparatus, which was of hard 
glass. The temperature of the molybdenum 
sample was observed by an optical pyrom- 
eter through an optical window about 
4o cm. distant from the sample. Since the 
object viewed under these conditions was 
not a black body, true temperature was 
not observed, but the so-called “brightness 
temperature.” The correction of this to 
true temperature is discussed in a later 
section. 

The apparatus was taken apart just 
above the graded seal; the quartz chamber 
was slipped off, washed with nitric acid, 
water and alcohol, and dried by an air 
stream. The old sample was removed by 
unscrewing the lower nut, and the new 
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one was put on. Great care was taken not 
to handle any of the metal parts. 

The apparatus was then sealed together 
again and evacuated by pump B. The 
mercury in the various traps was let down 
below the level of thé bake-out oven. It 
was essential to attain a good vacuum 
before applying heat; otherwise the sample 
would become badly oxidized. Liquid air 
was put on the ionization gauge trap. A 
small tube furnace extended over the 
quartz bulb, and a large bake-out oven 
extended over this and the whole system. 
The quartz was baked out at 800°C., 
reaching this during the last half hour of 
bake-out. The whole system was baked out 
at 450° to 470°C. for x hr. After cooling, 
the mercury was let up into pump A and 
traps 2 and 3 were closed. Cooling water 
was let into the pump A, trap and quartz 
jacket, and the pump started. At this point, 
the ionization gauge showed a vacuum of 
better than o.cor micron. Previous work 
had also shown that with this design and 
bake-out procedure no liquid air was 
needed on the large trap. This enabled the 
condensible gases CO. and H:O to be 
determined, though the determination of 
H.O would have been problematical 
because of the avidity with which it is 
absorbed by baked-out glass. The water- 
cooled trap kept the mercury pressure 
low enough in the quartz chamber so that 
no glow discharge in mercury vapor 
occurred during heating of sample with 
high frequency. 

The preceding bake-out gave conditions 
such that less than 0.02 cu. mm. of gas 
was collected with shutoff 4 closed and 
pump A running, over a period of ro to 
15 min. This has been found to hold even 
when the sample and quartz were at 
800°C. Consequently, it is evident that 
the gases later evolved could come only 
from the sample. A poor bake-out was 
indicated by a slow, continuous evolu- 
tion of gas. The test of collecting less 
than 0.02 cu. mm. of gas as measured 
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‘Pirani gauges. The latter was arranged 


/ 


by the McLeod gauge was applied before } 
every run. 


DETAILED MANIPULATION 


On making a run, shutoffs 4, 3 and 2 
were closed, and with pump A running, 
high-frequency heating was applied to the 
sample. As the gas was given off and 
collected back of pump A, the pressure | 
was measured on the McLeod and the Hale | 


as shown, so that the compensator was 
under a constant good vacuum. 
When gas evolution apparently had — 
ceased, the high frequency was shut off : 
and pump C in the analytical system was 
started. This whole system had previously | 
been baked out and evacuated, the large 
glass stopcock between the systems being 
open in the process. Shutoffs 8, 7 and 6 _ 
were closed, and when shutoff 3 was | 
opened the gas sample was drawn over 
into the analytical system. The Toepler 
pump was operated during this time to 
reduce the back-up pressure of pump C, 
After the sample of gas had been trans- 
ferred, shutoff 3 was again closed and with 
a low pressure in the collecting end of the 
degassing system (0.01 to 0.03 microns) | 
the high frequency was started again, to 
be sure that no more gas was being given _ 
off. The procedure was used because of the 
greater precision of the McLeod in the 
lower pressure ranges, for small quantities _ 
of gas. 
The glass stopcock between the systems 
was then closed, as was shutoff 5, isolating 
the two systems. The degassing system | 
was then available for another run. The | 
sample of gas was in contact with mercury | 
and baked-out glass only, except for the 
brief passage through the glass stopcock 
during its transfer, which reduces to a 
minimum the possibility of contamination. 
The volume of the collecting part of the 
degassing system was determined by 
admitting dried nitrogen to the system 
with pump A operating. The volume of the . 


PEARS, « 


McLeod gauge was known from its cali- 

; bration. Mercury was let into the gauge, 
d trapping off a known volume of gas at a 
; measured pressure; the rest of the collecting 
system was evacuated, shutoff 4 closed 
: again, the nitrogen in the gauge admitted 
to the system and the pressure again 
_ measured. The ratio of the two pressures 
times the volume of the gauge gives the 
_ volume of the collecting system. 


° 


ANALYTICAL TECHNIQUE 


The method was essentially that of 
Langmuir! for the analysis of small 
_ amounts of gases. 

As described above, the sample was 
transferred to the analytical system, pump 
_ C was cooled and shutoffs 6 and 7 were 
opened. The sample then occupied the 
whole of the analytical system between 
shutoffs 5 and 8. 

Liquid air was first applied to the trap 
and the decrease in pressure measured the 
CO: present in the sample. After this was 
‘measured, the gas sample was compressed 
‘again into the ignition bulb between 6 and 
'7. Pure oxygen of known amount was 
admitted to the system through shutoff 8 
_ with liquid air on the trap. The gas sample 
was released into the system and the 
" new pressure read after equilibrium. was 
attained. 

The sample and oxygen were com- 
pressed into the ignition bulb containing a 
_ 5-mil filament of pure platinum. This was 
heated to a dull red for ro min. Previous 
work with known amounts of Hz, CO and 
QO, in the analytical system, had shown 
that this timie sufficed for the reaction of 


CO + 1402 = COz 


The oxidation of hydrogen to water was 
very rapid at this temperature. 

At first it was feared that in compressing 
samples containing oxygen with the small 
‘mercury pump, some of the oxygen might 


1 References are at the end of the paper. 
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react with the mercury vapor and the 
attendant decrease in pressure give a false 
indication. This point was tested by circu- 
lating pure oxygen, and also various 
combustible mixtures for 14 hr., with the 
pump. No change in pressure was found. 
This is in conflict with the findings of 
Hibben? who dropped mercury through 
oxygen at low pressures and observed a 
decrease in pressure. 

The sample of unknown gas, after under- 
going combustion, was released into the 
system with CO, snow-ether on the trap. 
The decrease in pressure, if any, was due 
to the hydrogen and oxygen which had 
reacted, plus the oxygen which had com- 
bined with carbon monoxide. The con- 
traction which followed when the liquid 
air was placed on the trap measured the 
carbon dioxide present. When the amount 
of carbon dioxide originally found was 
subtracted, the rest of the contraction 
represented carbon monoxide originally 
present, which was oxidized to carbon 
dioxide. The amounts of gas accounted 
for by this procedure were then subtracted 
from the original volume of sample, and 
the residual considered to be nitrogen. 
Preliminary work had shown that no — 
oxygen was present in the gases from 
molybdenum. 

Hydrogen was not a common con- 
stituent. Large quantities of hydrogen 
were collected when the bake-out was 
known to be poor, due probably to water 
vapor from the glass surfaces reacting 
with the hot molybdenum. There was also 
a possibility that some hydrogen came from 
the sample during the 800° bake-out. 


TEMPERATURE MEASUREMENT 


Temperature measurement was made by 
means of a Leeds and Northrup optical py- 
rometer of the disappearing-filament type. 
It was calibrated against a standard ribbon 
filament lamp. The emissivity has been 
given by Worthing** as 0.352 at 2000 iy 
but the emissivity of our etched sample was 
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0.40. Thus our sample at a true tempera- 
ture of 1760°C. had a brightness tempera- 
ture of 1600°C. 

The standard temperature used in most 
of the experiments, 1760°C. (1600°C. 
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center, and were from 20 to 250 mils} 
(0.020 to 0.250 in.) thick, most of them) 
being about 70 mils thick., There was a hole! 
in the ring by which it was attached to a: 
too-mil molybdenum rod. This rod wast 


TABLE 1.—Gas Evolved from Molybdenum in Stages and at Single Temperatures 


En Le ns Teo | 


Gas Composition, Per Cent 


Amounts of Gas, Cu. Mm, | 


Brightness True Tem- Gas (NTP), (NTP) per Gram Sample 
Temperature, perature, he Mae Bee = 
° mple 
ae ie Sane E 27)CO. COs) Hse) Neth ce | CO: | He 
EXPERIMENT 2. GAS IN STAGES FROM 70-MIL, 4.9-GRAM SAMPLE, CAUSTIC-DIPPED 
740 790 0.81 4 75 21 0.03 | 0.61 | 0.17 
940 I0IO 0.33 16 42 rs 27 0.05 | 0.14 | 0.05 | 0.09 
I120 I210 I.98 81 I5 4 1.60 | 0.30 0.08 
1312 1440 1.06 76 Bae) 6 8 0.82 | 0.10 | 0.06 | 0.08 
- 1600 1760 0.23 45 24 7 24 0.11 | 0.05 | 0.02 | 0.05 | 
PDObaL eae at iets ats wees 59 27 7 7 2.61 | £,.20° | 10530" <ergmel 
ave. : 
EXPERIMENT 296. GAS AT SINGLE TEMPERATURE FROM 70-MIL, 4.9-GRAM SAMPLE, 
CAUSTIC-DIPPED 
1600 1760 | 5.05 | 58 | 30 | 6 | 6 2.95 | 1.50 | 0.30 | 0.30) 


- 


EXPERIMENT 12 (FIG. 3). GAS IN STAGES FROM 72-MIL, 5.3-GRAM SAMPLE, CAUSTIC-DIPPED } 


740 790 I.03 5 
978 1050 0.69 66 
IIIs 1210 I.70 95 
1320 1450 1.78 90 
1500 1650 0.22 90 
1600 1760 0.04 4 
wtd. 
AOtall r,« spereaters.« 5. 46 ave. \ 73 


EXPERIMENT 34. GAS AT SINGLE TEMPERATURE FROM 72-MIL, 5.3-GRAM 


brightness temperature), was chosen be- 
cause below it completion of gas evolution 
was too slow to be convenient, and above 
this temperature appreciable evaporation 
of molybdenum took place. This resulted 
in a clean-up of some of the gas given off, 
and it was found that runs at roo° above 
the chosen temperature gave less gas. 


PREPARATION OF SAMPLE 


The samples made from sheet molyb- 
denum were in the form of rings 7¢-in. 
outside diameter with a 7/¢-in. hole in the 


| 


66 20 9 0.05 | 0.68 | 0.21 | 0.00% 

30 4 0.45 | 0.21 | 0.03 | 
5 I.61 | 0.09 
Io I.60 | 0.18 
a0) 0.20 | 0.02 

0.04 } 

2I 4 2 3-95 | 1.18 | 0.24 | 0.09% 


Se 


SAMPLE, CAUSTIC-DIPPED } 


threaded at one end and two molybdenum 
nuts held the sample in position. It was 
necessary to file three longitudinal grooves 
in the threaded end of the rod to prevent 
the nuts from sticking after the high. 
frequency heating. q 

The sheet molybdenum was cut with 
hacksaw into rough shape. A %¢-in 
hole was drilled in the center, and-a hold 
for the roo-mil wire for support of the 
sample. The outside was then turned o 
on a lathe, so a ring resulted, with th 
oxide, if originally present, on the faces. 


1 


4 
j - 
| 


4 


E 


The sample, on a clean molybdenum 
rod, was dipped into a bath of molten 
caustic with about 3 per cent nitrite in it 
at 450°C. About 30 sec. cleaned off the 
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successively higher temperatures and the 
gas evolved at each stage is collected and 
analyzed. 

In these experiments the high tempera- 


@ th {| by 


ort 


1760": 


G00 320 340 360 380 400 420 44 


“MINUTES 
Fic. 3.—Gas EVOLVED FROM MOLYBDENUM. 72-MIL, 5.3-GRAM SAMPLE, CAUSTIC-DIPPED. 


oxide. The ring was then dipped succes- 
sively into hot water, 10 per cent hydro- 
chloric acid solution, cold water, washed 
thoroughly in distilled water, dipped into 
grain alcohol and dried in a stream of air. 
Care was taken to avoid touching the 
sample at any stage of cleaning. It was 
handled with tweezers and kept wrapped 
in condenser paper. 

Some samples, as noted, were further 
treated by electrolyzing in concentrated 
sulphuric acid, with a strip of molybdenum 
sheet as cathode and the sample as anode. 
The appearance of the electrolyzed samples 
was bright and shiny, compared to the dull 
gray of the caustic-dipped samples. The 
caustic-dipped samples showed clearly 
the fibrous structure of the metal. 


NATURE oF GAS EVOLVED AT VARIOUS 
TEMPERATURES 


Table 1 and Figs. 3 and 4 show the 
results obtained as a sample is heated to 


ture (800° to 1000°C.) bake-out oven was 
not put on the quartz, It received the 450° 
bake-out with the rest of the system. When 
the evolution of gas from the sample was 
at an end, or at a steady rate, for a given 
temperature, the sample was pumped over 
to the analytical system, and the rate 
checked again at low pressures in the 
collection system, to be sure of the rate, or 
of the complete cessation of gas evolution. 

These experiments and the data sum- 
marized in Fig. 4 are of especial interest 
in showing the relative ease with which 
the constituent gases come off. 

Hydrogen comes off most readily, at the 
lower temperatures, as Alleman and 
Darlington® found with ferrous alloys. The 
amount of this is relatively small. 

The next gas to appear in quantity is 
carbon monoxide, which comes off readily 
at 1000° and lower. It persists, in small 
amounts, to the higher temperatures. 

Nitrogen is more difficult to remove and . 
requires a temperature of 1200° and up 
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temperatures the time for complete de- | 
gassing was excessive and at higher tem- 
peratures evaporating molybdenum cleaned © 


before it comes off. It is of interest to note 
that® molybdenum nitride may exist as 


shown by Langmuir.*® 
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Fic. 4. AMOUNT OF GASES GIVEN OFF AT VARIOUS TEMPERATURES. _ ’ 
Molybdenum ring, 7 ¢-in. inside diameter, 7%-in. outside diameter and 0.07 in. thick. 


us DURING BAKEQUT 
ne eect eee 


Z 
i 


Lie, 
\ 


GRING BRKEOU 
Eaaging BAKES 
s7lc ee 


Frc. 5.—GAs EVOLVED FROM MOLYBDENUM. 70-MIL 5.I-GRAM SAMPLE DEGASSED AT 1760°C. 
TRUE TEMPERATURE. 


EFFECT OF TREATMENT AND SOURCE ON 
GASES FROM MOLYBDENUM 


In the light of the previous experiments 
it was decided to carry out all subsequent 
experiments at 1760°C. This seemed to 
be the optimum temperature; at lower 


up some of the gas evolved. Samples de- 


gassed completely at 1760°C. gave off no 


further gas on being taken to higher 
temperatures. 

Table 2 gives the total amounts and 
composition of the gases obtained from 
the samples of molybdenum from various 


F. J. NORTON AND A. L. MARSHALL 359 


Sources. Figs. 5 and 6 illustrate the rate ent methods of manufacture, such as 
at which the gases are evolved and together amount of working, and the ens content / 
with the tables present the results obtained. The rate of gas Boluass was Foundie 
From these data it is evident that samples _ be of the first order and this together with 


TABLE 2.—Molybdenum Samples Degassed at a Single Temperature 


Cleaning im Gas oer osition, Amount of Gas, Cu. Mm 
; ime ; eR 
ee thick-| fos er Cent Weight (NTP) per Grain Sample 
No. No. Hy- | ness, |Degas- ° 
NaOH Blec- | dro- | Mils | sing, fuk -[Samele, 
7 ; * Tams 
1P | tyzed | 8°05 Min. | Nz | CO|CO2| He N: | CO |CO2| H: | Total 
=) 268 * 2 
3 272 * + “4 ae = arts - ie 
3 271 % 73 Ba gieos | 5 7 Sit 0.11 1.61 
4 | 286 S 70 25 | 95 5 
5.0 |4. 0.24 4.74 
28 * ~ 5 
4 nee . E ds + 86 | 12 2 ie 3-5 |0.5 |0.08 ay 
4 | 300 * * 70 20 | 8r]16| 3 5.0 |0.86]o.1 ; 
E 5 -17|0.04 1.07 
4 | 305 ‘3 * 70 25 |9r| 9 5.0 |0.88]0.09 0.97 
5 296 * 70 15 58 | 30 6 6 4.9 o 
” s | 309 * 70 20 4.9 28 
7 27 “ T 50 PETS Os ae PS Sxl 9 1.79 
8 31 * t 250 120 95 ie ieee ee RL) 1.0 
10 263° 70 70 | 35 | 65 5.1 8 
Io 274° * 70 20 82 | 15 3 ere Ae 
10 302 * * 70 20 59 | 36 5 sz I.io) 
ro | 304 a * 70 16 5.1 0.86 
It 276 * 25 Il 78 | 19 3 1.8 .4 |L.O1052 8.2 
12 307 bt 69 30 68 | 26 6 HEE -4 .0 
12 308 * 69 20 95 5 fet .0 bi 
I 209 * - 25 5 81 Zoi EF 1.8 5 8.0 
I 298 * * 25 4 85 4 3 8 1.8 Ae 7.3 
2 289° 7oO 26 55 | 36 9 5.1 +7 49 
2 297% * 70 25 81 | 19 5.1 4 4.2 
2 204° ' * 70 30 98 2 ie 4 5 3.6 
2 290/ + 70 15 90 | 10 5.1 «3 2.6 
2 293 bd 70 25 | 96 4 re: 0 Spl 
2 291 * 70 25 94 6 51k -9 3a 
2 301 * * 70 25 re a2 
2 306 * 7" 70 25 70 | 30 ee ers 1.0 
9 2859 69 2 22 | 76 2 5 1.8 |6.1r jO.1 8.0 
9 279 69 30 75 | 22 3 5 2.8 j0.8 |O.I =f) 
9 292 ‘sé 69 20 95 5 5 1.6 0.1 toy 
9 284 x 69 45 63 | 29 8 5 1.0 |0.4 |O.1 1.5 


2 Filed clean; washed with benzol. 
> Oxidized during bake. 

¢ Not cleaned. No oxide on sample. 

4 Badly oxidized in bake. 

* Oxidized in bake. \ 

4 Not oxidized. 

; o Handled after degassing, then not cleaned. F 

g * Indicates that these received treatment of column heading. 
+ Unworked. 

t Worked. 


from all the different sources give about evidence -presented later seems to show 
the same amount of gas and require about that the controlling factor in the gas 
the same time for complete degassing. No evolution is the diffusion of gas to the 
correlation could be found between differ- surface from within the sample. 
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Errect oF VARIOUS METHODS OF 
CLEANING 
From the tabulations it is evident that 
methods of preparing the sample give 
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The decreasing amounts of carbon } 
monoxide in the series in Table 3 is inter-» 
preted as more complete removal of surface 
grease and dirt, but from the curves in} 


ieee BCP ie 


lee, 


EH Nz 75% 
CO 22 
iiers 
4 “20. 


Fic. 6.—GAS EVOLVED FROM MOLYBDENUM. 69-MIL, 5-GRAM SAMPLE. 


greater differences than appear in samples 
from various sources. A summary of the 
effect of various methods of cleaning on 
gas evolution is given in Table 3, in order 
of increasing effectiveness. The samples 
were all 70 mils thick. The first treatment 
represents the result of one experiment; 
the others are the average of ‘several. 


TABLE 3.—LHffect of Method of Cleaning on 
Gases Evolved 


Amount c sve 
‘ of Gas, omposition, 
by Ae ¢ Per Cent 
Treatment ptm (NTS) 
Min: ies 
“| Gram | Ne | CO|/CO:2 
Sample 
Filed clean and 
washed in benzol,| 70 785 (85. 165 
Caustic-dipped..... 24 4.4 |79.0 +3 Si ars 
Electrolyzed conc, 
SOG Muerte 20 3.3 [88 S|r0.S! To 


Figs. 3 and 4 it is apparent that carbon 
monoxide continues to come out even at | 
later stages of the degassing, apparently 
from the body of the metal. | 

The effect of dirt and grease is shown by 
experiments 285 and 279 (Table 2 and 
Fig. 6). A caustic-dipped sample was run 
in the regular manner, No. 279. It gave 
off 3.7 cu. mm. gas (NTP) per gram sample, 
75 per cent N2 and 22 per cent CO, and 
required 30 min. for complete degassing. 
This same sample was taken out and 
handled, then put back into the system 
and a regular bake-out given. Then on 
degassing (experiment 285) at 1760°C., 
8.0 cu. mm. gas NTP per gram sample 
came off in 2 min. It consisted of nitrogen 
22 per cent, carbon monoxide 76 per cent. 
The rapidity with which this gas comes 
off can be explained by the fact that it is 
absorbed only on the surface of the sample. 


aa oo ee Wey 
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PERMANENCE OF DEGASSING 


One of the most striking things found 
in this investigation of molybdenum was 
that a sample once degassed stays degassed, 
if proper precautions are taken. The ‘most 
important requirement is to avoid handling 
the sample, as shown in the preceding 
section. 

If precautions are taken, and the sample 
handled with tweezers and kept wrapped 
in condenser paper, the surface contamina- 
tion is reduced to a minimum, as in 
experiment 104. A sample was degassed 
in the Arsem furnace,* then in the quartz 
apparatus. It was taken out, handled only 
with tweezers and kept wrapped in 3¢ mil 
condenser paper for 42 days. On degassing 
this sample in the regular manner after 
that length of time, the results shown in 


| Table 4 were obtained. 


TABLE 4.—Experiment No. 104, Sample 70 


Mils Thick 
IEEE 
Gas Gas | 
Evolved Tene Time for | Composition, 
Cu. M Tem Complete Per Cent 
(NTP) De wo Degassing, 
per Gram e.- Min. 
Sample Nz | CO} COz 
0.28 1275 Bae) 15 | 73 | 12 
0.10 1760 10 31 | 50 | 19 
Total 0.38 


220 SS See 


Similar results were obtained for a 
sample which had been degassed, taken 
out, caustic-dipped, washed in water and 
alcohol, and degassed again. This sample 
weighed 4.9415 grams before caustic dip, 
4.8900 grams after caustic dip; i.e., 0.0515 
loss on NaOH dipping, or 1.04 per cent 
loss. The original sample was 72 mils thick; 
the edge area makes up 24 per cent of the 
total surface area. Hence the caustic dip, 
assuming uniform attack, reduced the 
72 mils thickness by 0.76 X 0.0104 X 72 = 
0.58 mils. The removal of this thickness 
of molybdenum had the result shown in 


*An Arsem furnace is a vacuum furnace 
heated by a carbon resistor. 
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Table 5 on the amount of gas at the second 
degassing. This indicates that the gas has 
been removed at least to a depth of 0.58 
mils. The question of the depth to which 
degassing has proceeded is discussed in the 
following section. 


TABLE 5.—Experiment No. 24 


ee ae 


Gas 


Gas Evolved, Be 
Cu. Mm. True Time for eee er 
(NTP) Temp., | Degassing, i 
per Gram Deg. C. Min. 
Sample Ne fete) 
0.27 1760 3 87 13 


ee a ae 


TABLE 6.—Experiments on Samples 
Exposed to Wet Air and Degassed 
a Second Time* 


Gas Time 
as 7 aes ee for 
< u. ™m volved, rue Com- 
EeReDSRS (NTP) |Cu.Mm.| Tem plete 
elas per (NTP) | Deg. C. | Degas- 
Gram | (Total) sing, 
Sample Min 
TGS geeioteter~ = 0.01 0.07 1060 5 
0.05 0.24 1760 5 
0.06 0.31 
EEOcperdecte cree os 0.03 0.15 1260 5 
0.02 0.10 1760 5 
0.05 0.25 


a ee ee SS eae 
«Regular bake-out procedure, glass at 450°C. 
quartz and sample at 800°C. 


Two other experiments may be cited in 
which the samples were not taken from 
the apparatus, but exposed to wet air 
after degassing and then degassed the 
second time. Small amounts of gas were 
obtained, corresponding closely to a 
monomolecular layer. The sample of 
experiment 103 had stood in contact with 
the atmosphere for 15 hr., experiment 
x10 for 40 hr. The 0.25 cu. mm. of gas 
from experiment 110 was 57 per cent No, 
43 per cent CO. This, incidentally, repre- 
sents the smallest amount of gas that was 
analyzed. 

In Langmuir’s paper on the absorption — 
of gases by glass, mica and platinum, 
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TABLE 7.—Arsem Furnace Experiments 
Molybdenum Samples 0.070 in. Thick 


Furnace Conditions Degassing Gas ae ee | 
—— perp 
~ as, 
Experi- Vacuum Time for Cu. Mar 
ete Time of | Tempera- Tempera-| Complete Ne 
x Firing, ture, H ture, Degas- Nez co COz | per ee 
Hr. Deg. C. | McLeod, | p; ale- Deg. C. sing, Sample 
Microns Miccous Min. 
39 I 1625 125 100 1760 15 58 37 5 gs a 
40 2 1625 50 80 1760 I5 66 34 0.72 
65 I 1780 100 100 1760 20 50 43 7 E75 
66 oo 1780 150 100 1760 I5 yes 24 5 0.71 
70 I 1770 715 100 1760 5 pae) 84 6 0.584 
77 2 1780 50 90 1760 10 90 10 0.83 
Ave. 0.95 


* Best. 


TABLE 8.—Tungsten Furnace Experiments 


Molybdenum Samples 0.070 in. Thick . | 
\ 
Furnace Conditions Quartz Apparatus Degassing 
Walnicen Gas Gorm osition, qa 
Z A er Cent 
Experi- ee Time fore Areas 
ment : 5 Z om- : of Gas, 
No. Time of | Temper- Toniza- | Temper- plete Cu. Mm. 
Degas- | ature Hale- tion ature Degas- (NTP) 
sing, Hr.} Deg. C. | McLeod, Piran? Gauge | Deg. C. sing, Nz co CO: per 
BL m * | Liquid Min. Gra 
Air Sample 
On), # 
75 I 1800 pas) 1.5 1760 20 1.26 
76 Mg 1800 ns Io 1760 5 I5 74 Ir 0.54 
I 1800 ; { EXSO 5 3 88 9 { OAT 
79 5 os 1760 15 13 76 II 0.33 
0.80 2 
96 I 1800 3 8 0.8 1760 40 17 79 4 I.57 
97 % =860 a 6 : { 1250 10 63 37 0.22 ae 
e > = 1760 30 85 15 0.40 
0.62 
' 
99 2 1800 Te o. { oe = 23, 6s aa 0.13 2 
S ? 3 1760 15 72 18 0.31 | 
0.44° 
med { 48 1950 2 8 ) 5 | 
10 1650 1.4 5 aa bagi 
y 0.49 
125 I 1930 2 6 67 12 0.29 
59 II 0.49 ; 
0.78 
Ave. 0.82 
@ Best. 4 
a 
«3 


iii ini cnger't 3 
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he shows that for an average molecular 
diameter of 3 X 10~§cm., a monomolecular 
layer over 1 sq. cm. of surface corresponds 


~ 


i} 


_ to 0.04 cu. mm. gas (NTP). The samples 
: of molybdenum used in this investigation 


: had a total surface area, (from the gross 


dimension) of 7.65 sq. cm. which should give 
_ 9.306 cu. mm. of gas for a monomolecular 
layer. This agrees with the values found 
' above of 0.25 and 0.31 cu. mm. within 
_ the limits of accuracy for the method. 
A number of experiments were made to 
_ determine whether a high vacuum was 
necessary to degas molybdenum. Samples 
were heated in a carbon tube vacuum 
furnace, a tungsten tube vacuum furnace 
and in hydrogen of various degrees of 
_ purity. An analysis was made of the 
_ atmosphere of the tungsten furnace when 
_it was operating at 2000°C. and a vacuum 
of 6 microns, as follows: He, 86.5 per cent; 
Ne, 8 per cent; CO, 3.5 per cent; COs, 
= 2 per cent. 
_ Degassing in Arsem Vacuum Furnace.— 
Samples of molybdenum, 73 mils thick, 
- caustic-dipped, were first degassed in an 
Arsem furnace, taken out, using care in 
_ handling, and degassed again in the quartz 
- apparatus. The results are given in Table 7. 
Tungsten Vacuum Furnace.—In order to 
_ obtain better vacuum than is possible in 
~ an Arsem furnace, an iron-jacketed vacuum 
furnace with a tungsten heater was set up. 
_ The heating unit consisted of a wire cage, 
of about 75 pieces of 80-mil tungsten wire, 
on supports of copper brazed in iron. The 
- supports were water-cooled. The best 
- yacuum obtained in this furnace was 
- 5 microns measured on a Hale-Pirani gauge 
while the furnace was at 1950°C. and 
2 microns at 1800°C. (Table 8.) 

Hydrogen Firing.—It was found that 
samples fired in a tube hydrogen furnace 
at atmospheric pressure and 2000°C. 
gave off less gas on subsequent degassing 
than was present in unfired samples. The 
a degassing time was not very different. 
_ (Table 9.) 
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It is noteworthy that hydrogen was not 
found in the gas from these hydrogen-fired 
samples. The explanation is to be found 
in the ease with which hydrogen comes off, 
so that undoubtedly it was given off during 
the 800° bake-out of the quartz and 
sample. 

Experiments were then performed with 
purified hydrogen. The line hydrogen was 
passed through a liquid-air trap over 
heated platinized asbestos and through a 
second liquid-air trap. It was then led into 
the bottom of the quartz container and 
past the sample, at atmospheric pressure 
and a rate of about 4 c.c. per minute. The 
sample was kept heated by high frequency 
during this time. The quartz lead in tube 
was then sealed off, system evacuated and 


_regular bake-out and degassing in vacuo 


followed. 


TABLE 9.—Gas from Hydrogen-fired Samples 
Hydrogen Fired in Tube Furnace at 2000°C., 
4 hr. to x hr. Degassed at 1760°C. 


- Gas | Amount of 
Datacan: Composition, as, 
Experiment Fane 3 Per Cent Cu. Mm 
No. Ries |e el CLE) 
per Gram 
Nz | CO] COz| Sample 
304 16 0.86 
305 25 Or 9 0.97 
306 25 70 | 30 1.00 
300 20 81 | 16 3 1.07 
301 25 1.20 
288 25 1.20 
302 20 59 | 36] 5 1.20 
284 45 63 | 29 8 1.50 
292 20 95 5 1.70 
Average.... 25 I.15 


—_——_—————————————— 


In experiment 153 a sample was fired at 
1600°C. for x hr. in purified line hydrogen 
at atmospheric pressure. On degassing it 
gave off 0.47 cu. mm. of gas per gram 
sample in 25 min., the gas being 89 per 
cent N, and 11 per cent CO. In experiment 
156, another sample was fired in the same 
way at 1740°C. It evolved 0.39 cu. mm. 
of gas per gram sample, 16 per cent No, 
69 per cent CO and 15 per cent CO». 

Attempts were then made to obtain still - 
purer hydrogen. A small, thin-walled 
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palladium tube was attached to the bottom 
of the quartz container by a graded seal. 
Surrounding this was a quartz tube, which 
had no connection to the quartz sample 


THE DEGASSING OF METALS 


:| 
| 
] 
| 
qi 


Summary of Five Methods. —The five | 
methods just discussed are summarized | 
in Table rr. The ‘ ‘percentage of total gas 
removed,” was calculated, taking 4.5 


TABLE 10.—Heating in Hydrogen Diffused through Palladium - 
pli. With SE ee SE eee 


Heating in He 


Degassing Sample in Quartz 


Gas ee eek Amount | 
t 
: Temper- Temper- ren of Gas, 
Pyogoment Petes enenes Time, Hr. ature, Cu. Mm. 
o: i Deg. C. Deg. C per Gram 
Ne CO CO2 Sample 
138 50 1600 I 1070 0.06 
1760 75 25 0.19 
Total 0.25 
140 50 1740 I 1180 61 39 0,13 
1760 60 36 4 0.09 - 
Total 0.22 
149 50 1740 I 1760 73 27 0.07 


container, but served to conduct hydrogen 
past the palladium tube. A small tube fur- 
nace surrounded it and was kept at 1100°C. 
At this temperature, hydrogen was able to 
diffuse through and past the molybdenum 
sample, which was heated by high fre- 


TABLE 11.—Lffect of Treatment of 
Molybdenum on Gas Content 


Gas Left in 

Molybdenum, 
au. Mm, |Average 
(NTP) | centage 
Method Bae otal” 
of Gas 

Re- 

Aver- |Lowest a pe 

age | Value 


. Hydrogen firing, tube fur- 
NAGS. Fatma: \avete wale ek I.15 | 0.86 bh dee 
Arsem vacuum furnace,.| 0.95 | 0.58 78.1 

‘ eunesee vacuum fur- 


H 


5 Purified line hydrogen, 
I atm.. 0.47 | 0.39 QI.2 
. Line hydrogen ‘diffused 
through heated paladium, 4 
6b. Ser ahi tia sigan seats 0.16 | 0.07 95.8 


nun B Wr 


quency. The pressure inside the system 
was kept at two-thirds of an atmosphere, 
to obtain a faster stream of hydrogen. In 
the best experiment, No. 149, the gas 
evolved is of the order of a monomolecular 
layer. 


cu. mm. as the normal amount in a caustic- 
dipped 70-mil sample. It is thus apparent 
that the important factor in degassing 
molybdenum is an atmosphere free from | 
nitrogen, carbon dioxide and carbon 
monoxide. 


DEGREE OF VOLUME DEGASSING 


The preceding experiments have sug- 
gested that the gas comes from the interior 
of the sample. This idea is supported when | 
the time required for complete degassing is 
compared with the thickness of the sample | 
(Fig. 7). The data in Fig. 7 are all for the 
standard sized ring, degassed at 1760°C. | 
The fact that a volume and not a surface | 
relationship is involved is also indicated 
by the relative change i in thickness, surface - 
area and degassing time in going from a. 
25-mil to a 250-mil sample. . 

These considerations led to a series of 
experiments in which a set of samples | 
was made from 250-mil stock, cut down | 
on a lathe to various thicknesses taking 
equal cuts from each side. The samples 
were then degassed by standard procedure. | 
Another set of samples of molybdenurif | 
was first degassed, the surface cut down 
to various depths, and the samples degassed 


' 
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again. All were subjected to identical 
conditions as far as possible. All were 
4 from one stock piece of molybdenum. None 
was caustic-dipped to avoid heating, but 
300 


To degas tungsten at a rate comparable 
to that obtained with molybdenum. at 
1800°C, it is necessary to heat to 2300°C. 
It is interesting to note in experiment 172 


cad ood coe eo oe 
Rigor RR bee Be 
PEEP EEC E 


MILS THICKNESS 


SAE 
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hea res 
Fic. 7—TIME OF COMPLETE DEGASSING FOR SAMPLES OF VARIOUS THICKNESSES. 
Molybdenum ring 7(¢-in. inside diameter, 7-in. outside diameter, 1760° true temperature. 


4 _ the scale on the original 250-mil piece was 
_ cut off on the lathe, bringing it to 227 mils. 
' The samples were washed after cutting, 
in benzol then in alcohol and dried without 
_ touching. 

' he results are given in Fig. 8. These 
indicate that the degassing has reached 
© about 90 mils = 0.090 in. into the sample, 
- for at that point the amount of gas given 
_ off was the same whether or not the sample 
had a preliminary degassing. 

_ The amount of gas present in the unde- 
gassed samples is proportional to the thick- 
ness of the sample, which is positive proof 
that we are dealing with gas inside the 


metal. 


DEGASSING OF TUNGSTEN 
: Several tungsten rings were degassed i in 
a high vacuum at temperatures ranging 
from 1400° to 2600°C. (Table 12. ) 


that further heating at 2610°C. produced 
no further gas evolution after degassing 
had been completed at 2430°C. The 
amount of gas obtained from a sample 
of tungsten ranges from 15 to 25 per 
cent of that obtained from a similar sample 
of molybdenum. 


DEGASSING OF NICKEL 


At 1030°C., nickel has the same vapor 
pressure as molybdenum at 1760°C. 
(approx. 0.003 microns) and this is the 
highest temperature at which nickel can 
be maintained for a long period in a high 
vacuum without noticeable evaporation. 

' The first sample examined was taken 
from a nickel ingot which had been made 
from electrolytic nickel by vacuum-melting 
in an alumina crucible. The ring had an 
internal diameter of 7 in. and an externa] 
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diameter of 74 in. and was 250 mils thick. quent 45 min., 1.02 cu. mm. The nem 
In.s min. at 950°C. 1.76 cu. mm. gas per sample was made from electrolytic nickel! 
gram sample were evolved and in a subse- and was 71 mils thick. (Table 13.) The: 


CURVE ‘A, SAMPLE CUT, THEN DEGASSED 
CURVE 'B SAMPLE OEGASSED, SURFAE. 
CUT OFF DEGASSED AGAIN 


DEPTH OF CUT MILS 


Poriess Gear ieab veg 


jonh- bebe eaten 

Lot boii aie beter 
/0 20 30 40 S50 
MM3 GAS N.7-P 


Fic. 8.—GAS EVOLVED AT VARIOUS DEPTHS. 
Molybdenum ring 3{¢-in. inside diameter, 7£-in. outside diameter. Original 227 mils thick. . 
1760°C. true temperature. 


o 


TaBLe 12.—Degassing of Tungsten sample in the last experiment evaporated | 
more rapidly on one side than the other: 


Total Gas | percentage ; Gas Cu. = 
Evolved, | ‘of Gas by | Phickness,|Mm.(NTP) and finally melted at this spot and open) 
Cu. Mm. Wei he Mils. per Gram : 3 3 
(NTP) 8 Sample circuited the ring. 
For a further discussion of gas in radio) 
5.94 0.000051 83 0.41 ise’ i 
he. pee = ois metals, see E. M. Wise’s paper on Nickel | 


in the Radio Industry.® 


Amounts OF GAs EVOLVED FROM 14.5-GRAM 


TUNGSTEN SAMPLE GASES IN IRON 

Composition of Total i j = | 
scpera | Tem | Time ios oo aii Madrid es: bate a 
Xperi-| pera- fo) u. Mm, : 
met ae Mm viously describe technique. ter the 
No. | Deg. | ing, per rings were washed in alcohol and benzol | 
Gr Min. | Hz | CO| COe! Ne | Gram x e I 
Sample to remove surface contamination, they 
—|——|——|-_|——____ were sealed in the apparatus. When a good | 
169 | 1410] 15 7 Say Sr tSSi) 20107 vacuum had been attained, the whole was 

1740 50 22°). Far 6s 0,19 - bi 2 
ates 38 37 | 2) 4r| ot given a bake-out of 400° to 450°C. The 

re) 0.04 

rice = metal sample was then degassed at tem-| 
ota I I I 0.41 
ryatf eqge | owe get Rpt ed Bee peratures from 850° to 1400°C., and the 
1740 oO i : : . 
bide. tae “3 eae gases given off in vacuum at different 
a te TOO oA temperature levels were collected and 
Total, ew i eee rE ee analyzed. No oxygen was evolved as such 


in any experiment. At the higher tempera- 
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tures iron evaporation became troublesome. 0.24 per cent; 


; silicon, 0.34; sulphur, 
The types of iron used were: 0.010; phosphorus, 0.017; manganese, 1.29; 


1. Ordinary low-carbon stamping steel. molybdenum, 0.40. 


iy ceeatceceeeecees 


fam 
: SOEs 
i (9 a 
A sees 2 [iain 


“OSS Rae ao Safar | | | _ nee 
wane 

ppimiole)=iatel| elo leleioe| labels a men 
900 
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Fic. 9.—DEGASSING OF ELECTROLYTIC NICKEL. 
ru = 2.8 cu. mm. Sample weight, 4.5 grams. 


7000 /100 


GRAPH/TE TUNGAR ANODE €.2 GRAMS 
Mz FIRED 1200-1400, /-2HRS 
ARSEN FIREO /800° 

FIREO IN Mz THRU Pa TUBE 


fe] 1600 /420° 
nl 100 


Fic. 10.—DEGASSING OF GRAPHITE. 


2. Svea iron. This is described® as “a 4. Bain cast steel of analysis: carbon, 
special type of exceptionally pure Swedish 0.17 per cent; silicon, 0.37; sulphur, 0.010; 
iron made by a secret deo to approach phosphorus, 0.019; manganese, 0.47; chro- 

a chemically pure iron.’ mium, 1.74; molybdenum, 0.69. 

3. Cast steel. A manganese molybdenum 5. “New iron” made by the General 
steel with the following analysis: carbon, Reduction Corporation, Detroit. This 
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apparently was made by direct reduction 
of iron ore by gases, with subsequent 
pressing and sintering of the reduced iron. 
It shows many pores before and after 


TABLE 13.—Degassing of Nickel 


Tem- Fe Comporien, Amount of Gas, 
pera- | Time, Cu. Mm. per 
ae Min Cia 

eg. 

Ce Hz | CO | CO2| Nz ae 


Rinc 250 Mirs Tuick (16 Grams) 
Vacuum-melted Nickel 


950 5) 3} ||) OS: |) 2S 7 | 1270 
45 o.I1 " 
1050 35 0.18 no visible 
40 | 60 distillation 
1170 20 0.14. distilla- 
tion of Ni 
1090 | 400 90 50) 0.59 
Total. 2.78 


Rinc 71 Mits Tuick (4.5 Grams) 
Electro Nickel 


I1I0o0 | 177 2 ere TOW ese bie? 
730 87 i 6 3.6 

1200 240 Ae eric 4 7 2.6 
Total. 19.3 


degassing. This porosity and the proba- 
bility of hydrogen pretreatment may have 
caused much of the dissolved gas to come 
out in our 450°C. vacuum prebake. By 
our regular procedure it gave the lowest 
gas content of the various iron samples. 
The composition of this ‘‘new iron” was: 
carbon, 0.05 per cent; silicon, 0.008; 
sulphur, 0.006; phosphorus, 0.008; man- 
ganese, 0.18. 

The results on gases in these iron samples 
are summarized in Table 14. 


DEGASSING OF CARBON 


These experiments deal with the de- 
gassing of tungar anodes, which are made 
from Acheson graphite and are 2345-in. 
dia. and 34 in. thick. The samples were all 
given a preliminary firing in a hydrogen 
furnace at r1500°C. and _ subsequently 
heated in an Arsem vacuum furnace at 
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1800°C. Some of the samples were again 
fired in hydrogen in the degassing appa- 
ratus before degassing in an attempt to. 
remove absorbed oxygen. 


TABLE 14.—Gases in Iron 


Gas, | Gases from Iron 
Cu. Analyses 
Tem- (NTP) Per Cent 
Material pera- |* her 
ea Gram 
eg. 
c.” | Sam | Nz | CO|COz| He 
1. Stamping 1060 520 o |100 fo) ° 
steel, 5 mil,| 1100 IIOo onl e78 4 9 
Expt. 229. 1200 70 | 20) |) 584 24 8 
"Total: jons-: 700 
2. Svea iron, 5 880 230 0 |100 fo) (0) 
mil, Expt. 221] 1030 21 | 30 | 50 4 8 
1210 Si} 35 3? 7 2t 
‘Potala 288 
2. Svea iron, 62 980 13 
mil, Expt. 166] 1080 40 0} 95 ° 
1200 159 | 35 | 61 4 (e) 
1300 $2; | Steere ° 
1380 6 
‘Lotaloonaen 230 
3. Cast steel, 62 950 70 o | 84 | 16 fo) 
mil, Expt. 152] rooo 331/55) 1-23 meee ° 
1200 66 | 54 | 43 3 ° 
Potally csi 174 
4. Bain steel, Imms 106 | 63 | 33 4 fo) 
Expt. 155: II75 18 | 82 6 6 
I220 22.) Az | Aa 6 | 11 
1320 30 | 50 | 10 | 20 
1430 9 
1380 Tr} 85 4 fo) 
Totals. 155 
5. New  aron, 900 35 6: | Ox ° fo) 
Expt. 160. 1078 = 
1160 f 
1347 16 
1320 6 
1316 2 
1220 Si 20) Ow 4 4 
1300 2 
1260 5 
1255 It 
1350 2 | 66 oO} By eng 
Dotall. 32 <5 82 
5. ‘‘New”’ iron, 950 2 
HF melted,| 980 5 | 
Expt. 1.63. IOI5 2 
IIIOo 3 
T1905 rm | 46 } 32: |-23 ° | 
1240 5 
1270 q 
1280 18 | 85 o | 10 5 
13605 9 
1370 5} 
Totals, case 70 | 


At 2150°C. it is possible to degas graphite 
so that subsequent heating at a higher 
temperature gives no further gas. It is 
very interesting to observe that the gas 
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evolved in the range 1700° to 2200°C. is 
predominantly nitrogen. A piece of graphite 


_which has been degassed completely on 
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subsequent exposure to air absorbs oxygen 
and some of this is so firmly bound that it 
is only desorbed as carbon monoxide on 
subsequent heating to 2150°C. The results 
on graphite are given in Table rs. 
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ABSORPTION OF NITROGEN AND CARBON 
MoNoxIDE BY MOLYBDENUM AND 
TUNGSTEN 


A degassed sample of molybdenum was 
heated in the air by means of atomic 
hydrogen flame, which melted the edge of a 
sample entirely around the circumference, 
but left it still in the form of a ring. This 


TABLE 15.—Degassing of Graphite 


Apparatus Firing Degassing and Analysis 
Experi- 
pent 4 os Analysis, GaeG 
oO. Impure Pure Temper- empera- er Cent as, Uu. 
is ae Pressure | ature, ie ture, Mm. (NTP) 
Deg. C. : Deg. C. Pn eae 
He | CO | CO: Ne emi he 
206 * 1680 40 | 51 9 Tes 
2090 23 SN 7A: 0.5 
Total 1.8 
203 a —_ 
ogo: | OF 1) 33) 3 73 3.0 
2100 35 65 0.6 
Total 3.6 
273 a = 50p 1000 I | 
1330 || 52'| 44°] 4 4.2 
1640 30 | 49 5 16 0.6 
| 1950 se Mal ee Sh || Gee 0.5 
| 2175 6| 6] 88 On 
Total 5.6 
256 ¥ =A 40p 1000 i aes 
1020 74 | 15 4 7 1.8 
1230 64 | 24 12 303 
| | 1330 56 | 26 I 177 ame 
1470 | 43 | 17 40 0.4 
1640 53 6 4I 0.5 
1950 17 13 i) 0.3 
2160 0.3 
| Total 8.8 
266 * * 3mm] 1000 I 5.4 
1020 64. Lo || t2 | £4 4.0 
/ 1330 69 | 28 3 2.3 
1640 84 4 12 0.3 
1950 2 9 3 | 86 0.3 
2140 9 or a 
Total 12.3 
197 Previously degassed and exposed to air before degas- 980 73 Auil2s Ona 
sing a second time. 1710 ae OS 4 Ons) 
2130 49 | 32 4.) 05 1.0 
Total 1.5 


* Denotes treatment in column heading. 


Very large amounts of gas were obtained 
from graphite that had not had the pre- 
liminary vacuum-furnace firing at 1800°C. 
One sample of graphite with pitch binder 
gave off 10,000 cu. mm. gas per gram 
sample. An unprocessed Acheson graphite 


yielded 270 cu. mm. gas per gram. 


was then caustic-dipped and the regular 
degassing procedure applied. The sample 
then evolved 108.8 cu. mm. of gas at 
1760°C. This gas was 96 per cent N.and 4 
per cent COs. In the first 5 min. of heating in 
vacuo, 92 cu. mm. came off, and an hour 
longer was required for complete degassing. 


Be 


In order to study more closely the taking 
up of gases by molybdenum and tungsten 
at high temperatures, a new series of 
experiments was performed. Degassed 
samples, 70 mils thick, were heated in the 
quartz chamber by high frequency in dry 
nitrogen and carbon monoxide, varying 
temperature, time of heating and pressure 
of the gas. The system was then pumped 
out, baked out if necessary, and the sample 
heated again in a very good vacuum, 
collecting and measuring the gas evolved 
from it. 

For nitrogen it was found that no glow 
discharge appeared below 15 microns 
pressure or above 1 cm. pressure. All of 
these absorption experiments were per- 
formed in regions where no glow discharge 
appeared, 

A detailed description of these experi- 
ments will be published elsewhere but a 
brief summary of the results may be of 
interest here. It has been found that the 
solubility of nitrogen in both tungsten 
and molybdenum is proportional to the 
square root of the nitrogen pressure. The 
variation of the solubility with tempera- 
ture is represented by the equation 


dlog (C2/p) _ | 
d(1/T) 


AH 
4.58 


where C is the solubility and p the nitrogen 
pressure. AH is the heat absorbed from 
the surroundings when 1 gram-mol of 
nitrogen is dissolved. 


For tungsten AH = 42760 
molybdenum AH = 38,500 


The solubility increases with 
increasing temperature. 

The desorption of nitrogen from tungsten 
and molybdenum is a diffusion process 


and hence must obey Fick’s law of diffusion 


rapidly 


tdc_ d% 
Kdt dx? 


This equation on integration shows that 
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a 44: 


log = 
and also that 


dy 
log 5 «x Kt 
If the logarithm of the rate of gas evolution 
at any fixed temperature is plotted as a 
function of time a straight line is obtained. 
The variation of the slope of this line as a 
function of temperature is determined by | 
the variation of the diffusion constant with 
temperature. 


A = —50,500 cal. 
— 26,600 cal. 


For tungsten 
molybdenum A = 


At 1760°C. it was possible to saturate a 
75-mil sample of molybdenum with nitro-— 
gen at 1 atm. pressure in 30 min. The time 
necessary for saturation with carbon 
monoxide appeared to be very much longer. 
For a 4-hr. heating period the amount of 
carbon monoxide absorbed was a linear 
function of time with no sign of saturation. 
At 1760°C. molybdenum absorbed in 30 
min. eight times as much nitrogen as carbon 
monoxide and the nitrogen was desorbed 
in one-half the time taken by the carbon 
monoxide. 
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DISCUSSION 


L. L. Wyman,* Schenectady, N. Y.—On 
page 350 there isa statement with reference to 
degassing, from which the impression might he 
gained that the table itself (Table 2) gives the 
impression that the gas is the same in each of 
the samples. Rather, it is a deductive affair; 
that is, when the difference in the cleaning oper- 
ations and their effectiveness in taking off the 
gas are considered, it is evident that the basic 
amount of gas is about the same in all the 
samples. 


* Research Laboratory, General Electric 


Company. 


Diffusion in Relation to Changes in Microstructure 


By Marie L. V. GAyLER* 


(Chicago Meeting, October 1943) 


WituHovt diffusion taking place in liquid 
metals and alloys, no castings could be 
made; it is therefore the most important 
factor affecting the structure of metals. 
Diffusion involves the interchange of 
atoms, a process which takes place during 
the life history of an ingot. In the liquid, 
atoms are in a state of high thermal agita- 
tion, but this thermal vibration is reduced 
in amplitude with falling temperature. 
When solidification sets in, the atoms 
arrange themselves on an ordered space 
lattice and the changes in structure which 
take place in the solid are due to the inter- 
change of atoms on this space lattice. The 
rate of atomic interchange—e.g., of diffu- 
sion—is most rapid at temperatures close to 
the melting point and decelerates as the 
temperature is lowered. At room temper- 
ature, the rate of diffusion is practically 
negligible in most alloys, and any change in 
structure can only be brought about by 
using methods which will accelerate the 
rate of diffusion. 

The rate of diffusion depends on three 
factors (1) temperature; (2) concentration 
gradient and (3) activation energy. The 
growth of grains and particles in the solid 
alloy also depend on these factors and are 
therefore intimately associated with diffu- 
sion. The rate of homogenization in a cast 
alloy depends on several factors, such as: 
(1) rate of solidification, which involves 
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grain and particle size which, in their turn, © 
depend on diffusion: (2) the nature of the 
constituents; (3) the temperature interval 
between the melting point of the metal or 
alloy and the temperature at which it is 
being heat-treated. 

It is well known that coarse, cast struc- 
tures are extremely difficult—if possible— 
to homogenize, and the finer the grain size 
and particle size, the more readily solid 
solution will take place. The rate of diffu- 
sion depends, also, largely on the nature of 
the constituents; for instance, copper and 
magnesium form solid solutions with 
aluminum quite readily but nickel and 
iron do not; neither do certain intermetallic 
compounds, such as alpha and beta FeSi. 
Furthermore, the actual formation of inter- 
metallic compounds may be a very slow 
process, particularly when they are formed 
in the solid state as equilibrium products. 
For example, 6FeSi is formed in the solid 
as the result of the reaction aFeSi + Al = 
BFeSi. The particles of aFeSi become sur- 
rounded with a reaction ring of BFeSi. This 
layer is formed as the result of diffusion of 
atoms taking place between the aluminum 
matrix and aFeSi. As the amount of 
BFeSi surrounding the core of aFeSi in- 
creases the concentration gradient be- 
comes low and so the rate of diffusion of 
atoms also decreases until it practically 
ceases. This occurs after a comparatively 
thin layer of BFeSi has been formed. It fol- 
lows that when intermetallic compounds of 
this type are formed in the solid, as the 
result of diffusion, it is generally impossible 
ever to attain equilibrium, since the forma- 
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tion of the new phase inhibits further 
diffusion. This fact is particularly marked 
when large particles take part in the reac- 
tion; if the particle size is fine, however, it 
may be possible after prolonged annealing 
to cause the reaction to proceed to its limit. 
One means by which the reduction of par- 
ticle size may be brought about is by work- 
ing the material. 

The interval between the temperature of 


_melting of the alloy and that of heat-treat- 


ment has a definite effect on the rate of 
diffusion. The further the temperature of 
annealing is removed from that of melting, 
the less the rate of diffusion. In other 
words, diffusion in metals and alloys with 
high-temperature melting points generally 
takes place very slowly, if at all, at low 
temperatures—viz., room temperature— 
while those with low melting points diffuse 
with comparative ease. For example, the 
diffusion of nickel in iron at, say, 300°C., is 
practically nil, while zinc diffuses readily 
in aluminum at the same temperature. 
Bound up with this ability to diffuse at 
room temperature is the atomic size of the 
atom, relative to that of the solute and, 
also, the vapor pressure of the element or 
compound. Metals with high vapor pres- 
sures, such as zinc and cadmium, diffuse 
readily. 

These few facts serve to show the impor- 
tance of diffusion on cast structures; it is 
therefore of practical importance to con- 
sider ways by which the rate of diffusion 
can be accelerated if required. Rapid 
diffusion can be brought about by the fol- 
lowing general methods; (1) suitable an- 
nealing; (2) hot-working; (3) cold-working 
followed by heat-treatment. It is proposed 
to discuss these three methods now very 
briefly. 


ANNEALING OF CAST METAL 


It is well known that annealing a cast 
alloy for a definite length of time at a 
specific temperature removes coring and 
causes partial absorption into solid solu- 
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tion of certain constituents present. In 
other words, the condition of the alloy is 
made to approach more nearly that of the 
equilibrium structure. The practical appli- 
cation of this phenomenon is of funda- 
mental importance to the working of 
metals, since by its means apparently use- 
less material can be made useful. For exain- 
ple, in certain alloys, eutectics exist which 
have low’ melting points; these prevent the 
casting being worked hot or cold, If the 
casting be annealed at a temperature close 
to that of the eutectic temperature, then, 
by the process of diffusion, the constit- 
uents of the eutectic can sometimes be 
made to be taken entirely into solid solu- 
tion, or else the particle form is changed to 
a shape which is less harmful and which 
allows the alloy to be worked. For example, 
a 3-in. diameter billet of aluminum alloy 
containing 3 per cent Mg, 6 per cent Cu, 
5 per cent Ni, cannot be hot-worked in the 
as-cast state satisfactorily. If the billet is 
annealed for one day at about 475°C., the 
structure is changed and the billet be- 
comes capable of being hot-pressed at that 
temperature down to a diameter of at 
least 1 in. Figs. 1 to 3 inclusive show the 
unetched structures, under a magnifica- 
tion of 150 diameters, of the cast, annealed 
and hot-pressed billet, respectively. The 
changes brought about in the casting, 
which have enabled it to be hot-pressed, 
have been due solely to diffusion in the 
casting. 

Sometimes the presence of a small 
amount of liquid has no serious disad- 
vantages. If residual, metastable eutectic 
is present in a cast alloy as a result of the 
rate of chilling, it is possible to cause rapid 
re-solution of the constituents of this 
eutectic by annealing at a temperature 
above that at which it melts. Diffusion 
then takes place very rapidly and the 
metastable eutectic disappears. The prac- 
tical importance of this fact is that after 
such a short annealing the temperature 
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Fic. 1.—ASs CAST. X 150. 
Fic. 2.—CAST AND ANNEALED. X 150. 
FIG. 3.—CAsT, ANNEALED AND HOT-PRESSED. X 150. 
Fic. 4.—COPPER-ALUMINUM ALLOY CONTAINING IRON. X Io. 
FIG. 5.—CoPPER-ALUMINUM ALLOY CONTAINING SILICON. X Io. 
Fic. 6.—INSOLUBLE IRON CONSTITUENT IN GRAIN BOUNDARIES. X 250. 
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can be quickly raised to any desired tem- 
perature for hot-working. 
In the production of certain alloys by 
the powder metallurgy process, use is made 
of the fact that the rate of diffusion is 
accelerated by the presence of liquid, for 
the ‘‘binders”’ of various sintered products 
are formed by the melting of the constit- 


~ uent with the lowest melting point. 


ANNEALING FOLLOWED BY HOT-WORKING 


The mechanical properties of a chill-cast 
alloy can be considerably improved by 
hot-working following an annealing treat- 
ment. (The time and temperature of an- 
nealing depends entirely on the nature of 
the alloy in question.) The data of Table 1 
illustrate this point. These results show 


TABLE 1.—Annealing Followed by Hot- 
working 


a 


I-in. eter as 
Diam- | Cast, An- | 
eter as | nealed 37 | 

Cast Br. as 

505°C. 


| 


1-in. Diam- 


| 3-in. Diam- 
eter Billet 
Annealed 37 
Hr. at 505°C., 
then Hot- 
pressed at 
500°C. Down 
to I-in. 
Diameter 


1 Per Cent Cu, 


3 Per Cent Mg, Remainder Al 


Ultimate stress, 
tons per sq. in. 
Elongation on 2 
in., per cent... 


12 


15 


24 


x Per Cent Cu, 3 Per Cent Mg, 5 Per Cent Ni, 
Remainder Al 


Ultimate stress, 
tons per sq. in. 
Elongation on 2 
in., per cent.... 


7 


I 


9 


2 


17 
18 


t Per Cent Cu, a Pes Ce 


emainder, Al 


nt Mg, 10 Per Cent Ni, 


Ultimate stress, 
tons per sq. in. 
Elongation on 2 
in., per cent... 


9 


0.5-I 


10 


oO 


16 


9 
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that by annealing—i.e., by the acceler- 
ation of the rate of diffusion—it has been 
possible to hot-work the cast alloy and 
thus improve its mechanical properties 


considerably. 
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COLD-WORKING FOLLOWED BY 
HEAT-TREATMENT 


An important method of aiding diffusion 
is that of cold-working followed by suitable 
heat-treatment. 

Allotropic transformations in many 
metals may be suppressed or raised by the 
addition of another element. For instance, 
it is well known that in certain ferrous 
alloys the yFe — aFe transformation does 
not take place on cooling down to room 
temperature. Such an alloy is then in a 
metastable state and if the transformation 
proceeds only very slowly at room tem- 
perature, this may be disadvantageous 
practically. Suppressed transformations 
can generally be made to take place if the 
alloy be cold-worked but it is not always 
possible to cold-work completely such an 
alloy, since, owing to the increased hard- 
ening which occurs as soon as the trans- 
formation is started (as in certain ferrous 
alloys) further cold-working is prevented. 
If, however, cold-working is possible, a 
subsequent annealing will generally acceler- 
ate the rate of change of transformation. 

Apart from accelerating allotropic trans- 
formations, cast alloys are very often homo- 
genized by means of cold-working followed 
by annealing or by hot-working. In either 
case grain refinement occurs with marked 
improvement in mechanical properties. 
Such treatments allow diffusion to take 
place readily and the final structure ap- 
proximates to that under equilibrium 
conditions and generally consists of a 
refined grain, the size of which depends on 
the temperature of heat-treatment. 

Given the same heat-treatment, vari- 
ation in the grain size of a worked alloy 
may be brought about by additions of 
certain elements which form insoluble 
constituents. The presence of these phases 
appears to act asa mechanical hindrance to 
grain growth and, in that sense, prevents 
diffusion taking place freely. For instance, 
the addition of 0.2 per cent iron to high- 
purity 4 per cent copper-aluminum alloy 
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has an entirely different effect from that 
caused by the addition of 0.2 per cent 
silicon. If these two alloys be cold-forged 
and annealed for 2 hr. at 500°C., the 
etched structures are obtained, as shown 
in Figs. 4 and 5, respectively, under a 
magnification of 10 diameters. In the 
former case the grain size is small, while 
that of the second is comparatively coarse. 
Under a higher magnification (Fig. 6), it is 
seen that the insoluble iron constituent 
lies more or less in the grain boundaries. 
In the alloy containing 0.2 per cent silicon, 
this element is capable of being held in 
solid solution in aluminum and any out of 
solution does not appear to affect the grain 
size. 


SUMMARY 


Diffusion in metals and alloys is a proc- 
ess without which little use could be made 
of much available material: the rate of 


DIFFUSION IN RELATION TO CHANGES IN MICROSTRUCTURE 


diffusion can be accelerated by various 


well-known methods. 


DISCUSSION 


E. A. ANpEeRson,* Palmerton, Pa.—In re- 
gard to the mention of the ability to diffuse at 
room temperature (p. 373), I might say that 
aluminum diffuses very readily in zinc at room 


temperature. Preceding the words, ‘“Cold- | 


working followed by heat-treatment, an impor- 


tant method of aiding” (p. 375), I believe Dr. | 


Gayler would wish to interpolate a comment 
on a possible misunderstanding of the mean- 
ing of the data in column 3. I do not believe 
she means to infer that the increased diffusion 
brought about is responsible solely for the 
higher values. I think she probably wishes to 
infer that the improvement due to changed 
grain size and recrystallization brought about 
by hot-working is made possible by having had 
the diffusion precede the hot-working. 


* Research Division, The New Jersey Zine 
Company. 
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Diffusion in Alclad 24S-T Sheet 


By F. Ketter* anp R. H. Brown,* Memper A.I.M.E. 
(Chicago Meeting, October 1943) 


BECAUSE of the extensive use of Alclad 
248 alloy sheet in aircraft construction, 
there is much interest in the metallurgical 


-changes caused by heat-treatment of this 


product.'2 One of these changes is the 
result of the diffusion of soluble elements 
from the core into the coating during 
treatment. This paper deals with the 
thermal treatments that may influence 
diffusion and with the practical effects of 
diffusion on the serviceability of the 
product. 

As is well known, Alclad 24S-T sheet 
has a core of high-strength alloy com- 
bined with surface layers of relatively pure 
aluminum. The microstructure of a cross 
section of this product is shown by Fig. r. 
Not only does the relatively high-purity 
coating have a high resistance to corrosion, 
and hence serves as a mechanical barrier 
between the core metal and the corroding 
environment, but in addition this coating 
exerts electrochemical protection over 
areas where the core may be exposed, 
such as cut edges. In addition, the coating 
affords electrochemical protection to pro- 
jecting heads of At 7S-T, 17S-T and 
24S-T rivets, or attached members made 
from these alloys. Under some conditions 
of heat-treatment, however, diffusion of 
copper into the coating will alter the 
electrochemical relationship between the 
coating and the core to the extent that 
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* Aluminum Research New 


Kensington, Pa. 
1 References are at the end of the paper. 


Laboratories, 


only partial protection will be obtained 
under some corrosive conditions. 

The reason for the electrochemical 
protection lies in the fact that the coating 
layers of pure aluminum are anodic to 
the alloy core. The addition of copper to 
aluminum produces alloys in which the 
potential is lower than that of the pure 
metal. Moreover, as the amount of copper 
in solid solution in 24S alloy is increased, 
the potential of the alloy becomes more 
cathodic. When heat-treated at 920°F. 
and quenched in cold water, 24S-T is 
about 0.16 volt cathodic to pure aluminum. 
However, copper will diffuse from the core 
into the coating, and if it reaches the sur- 
face the potential will be altered in a 
cathodic direction. Thus the potential dif- 
ference between the core and coating may 
be less than 0.16 volt, depending upon the 
thickness of the coating, and the time 
and temperature of heat-treatment. 

Of the methods available for determining 
the extent of diffusion of copper from the 
core into the coating of Alclad 24S-T, two 
are generally used; namely, the metallo- 
graphic and the solution potential methods.* 


METALLOGRAPHIC METHODS 


Metallographic methods will reveal the 
progress of diffusion of copper into the 
coating. For instance, the diffusion zone 
in the coating intermediate between the 
coating surface and the core is shown in 
Fig. 1. This photomicrograph is of a 
polished and etched cross section of 
o.o4o-in. Alclad 24S-T sheet. Diffusion 
proceeds into the coating more rapidly 
along the grain boundaries than through 
the body of the grains. Consequently, 
the diffusion zone is not of uniform width 
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but appears in a cross section as a series 
of peaks and valleys, as shown by the 
sketch in Fig. 2. 

Examination of polished and etched 
cross sections of Alclad 24S-T sheet will 
show how far the diffusion has progressed 


v 


Fic. 1.—FULL CROSS SECTION OF SAMPLE OF 
ALCLAD 


24S-T, 0.040 INCH THICK. X 100. 
KELLER’S ETCH.? 
The relatively pure aluminum coating, 


the diffusion zone, and the 24S-T core are 
evident. 

into the coating, but it will not give much 
information about the actual amount of 
copper that has diffused into the coating 
or to the surface of the coating. However, 
an approximation of the copper content 
at the surface of the sheet can be obtained 
by examining surfaces prepared with 
carefully controlled etching methods. 
If no copper has reached the surface of the 
sheet as a result of diffusion, the micro- 
structure of the coating will not be devel- 
oped by these treatments. If, however, 
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diffusion has reached the surface at the) 
grain boundaries but not within the grains, 
a cellular network similar to that shown 
in Fig. 3 will be revealed. When both 
peak and valley diffusion have reached 
the surface of the coating, the grain 


> Diffusion Zone 


-—-—-- 


Fic. 2.—PEAK AND VALLEY NATURE OF DIFFU- 
SION ZONE IN ALCLAD COATING. 


boundaries will be thin and_ sharply 
defined and grain contrast will be evident. 
The changes in the microstructure of the 
surface of the alclad coating resulting from 
different amounts of diffusion are shown 
by Figs. 3 to 6 inclusive. 


SOLUTION POTENTIAL METHOD 


Solution potential measurements are 
employed to estimate quantitatively the 
amount of copper that diffuses to the sur- 
face of alclad coatings. In brief, the solu- 
tion potential as used in this paper is 
the potential of a cell composed of the 
sample as one electrode, a o.r normal 
calomel electrode as the other electrode, 
and a solution containing 53 grams of 
sodium chloride and 3 grams of hydrogen 
peroxide per liter as measured on a null 
instrument such as a potentiometer. As 
mentioned® previously, the potential of 
an aluminum-copper alloy is a function 
of the amount of copper in solid solution. 
The effect of copper in solid solution on the 
potential of an alloy base of the same 
composition as the coating on Alclad 
24S-T is shown by curve A ‘in Fig. 7. 
Curves B and C, one for 0.016 in. and the 
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other for 0.064-in. Alclad 24S-T sheet, 
show the effect of time of heat-treatment 
at 920°F. on the potential at the surface 
of the coatings on material quenched in 


Fig. 3. 
of alclad coating along grain 
boundaries in a sample of 
o.o16-in. alclad 24S-T sheet 
which had been heat-treated for 
5 min. at 920°F. 


Fig. 5. Structure of surface 
of coating on same material 


with a 30-min. heat-treatment. 


tie 
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to the measured value of the potential of 
the alclad coating. 

Fig. 8 shows the amount of copper 
diffused to the surface of alclad coatings 


i Seas leet 2 
Fig. 4. Structure of surface 
of coating on same material 
with a r5-min. heat-treatment. 


Fig. 6. Structure of surface 
of coating on same material 
with a 60-min. heat-treatment. 


Fics. 3-6.— MICROSTRUCTURE OF SURFACE OF COATING OF ALCLAD 24S-T SHEET. X 100. 
The surface sections were etched exactly 60 seconds in Keller’s etch. The depth of color devel- 
oped in the microstructure is an indication of the amount of copper that has diffused to the 


surface of the alclad coating. 


cold water. The copper content at the 
surface of alclad coatings can be obtained 
by taking the values from the curve for 
the aluminum-copper alloys corresponding 


as determined by the potential method. 
The variables are time and temperature of 
heat-treatment, and coating thickness. 
The coatings on all of the different thick- 
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EFFECTS OF DIFFUSION ON THE CORROSION | 
or ALCLAD 24S-T 

Diffusion proceeds faster at the grain 

boundaries than through the grains them- 


nesses of sheets were 5.5 per cent of the 
total thickness on each surface. Fig. 9 
shows the effect of sheet thickness on the 
concentration of copper at the coating 


TIME AT 920°F —MINUTES —scaLe ror curves B&C 


20. 40 60 80 100 120 
-0.84 
us -0,82 x 
=z B-ALCLAD 24S-T SHEET 
oO 
ws O—O 0.064" THICKNESS 
- -0.80 @—® 0.016" THICKNESS 
= 
°o 7m. \s 
=z A- Ai (COMMERCIAL COATING) + Cu 
© -0.78 QUENCHED FROM 920°F 
z\O IN COLD WATER 
\ 
aa} 
< =" 4/ “ “ 
> mie C -ALCLAD 24S-T SHEET 
Lid 
S 
a. -0.74 


0 1 2 3 
PER CENT COPPER-scate For curve A 


Fic. 7.—SHOWS METHOD OF DETERMINING AMOUNT OF COPPER AT SURFACE OF ALCLAD 24S-T 
SHEET BY MEANS OF POTENTIAL MEASUREMENTS. 
The copper content at the surface of the alclad coating is obtained by projecting the measured 
potential of the coating as indicated by the dotted line until it intersects curve A and reading the 
corresponding copper content as indicated. 


surface after three periods of heat-treat- 
ment. From these data it can be seen that 
below 650°F. diffusion is negligible even 
for the thinnest material. Even at the 
highest temperature (930°F.) the copper 
that reaches the surface of Alclad 24S-T 
sheet 0.032 in. or over in thickness will 
have no practical effect even though the 
material is heat-treated for periods ap- 
preciably longer than those recommended. 


selves; therefore, the copper content at 
the surface of the coating at the grain 
boundaries will be appreciable before any 
copper has reached the surface at the 
central surface areas of the grains. Solid 
solutions high in copper are cathodic to 
solid solutions lower in copper; conse- 
quently, the grain-boundary zones in a 
partly diffused alclad coating will be 
cathodic and the central surface areas will 
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be anodic. Upon exposure of an alclad 
specimen in the above condition to a 
corrosive environment, this distribution 
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micrograph in Fig. 11, on a specimen of 
Alclad 24S-T that was exposed in a corro- 
Note that the zones 


sive environment. 


PERCENTAGE BY WEIGHT OF COPPER AT THE SURFACE 


TIME IN MINUTES 


Fic. 8.—SHOWS AMOUNT OF COPPER DIFFUSED TO SURFACE OF COATING ON ALCLAD 24S-T SHEET 
AS DETERMINED BY THE POTENTIAL METHOD. 

The periods and temperatures of heat-treatment and the thicknesses of the sheet are indicated 

on the chart. The coatings were 5.5 per cent of the total sheet thickness on each surface for all 


gauges. 


of the anodic and cathodic areas would 
cause the central surface areas of the grains 
to corrode and electrochemically protect 
zones along grain boundaries. This dis- 
tribution of corrosion is illustrated dia- 
grammatically in Fig. ro and in a photo- 


along the grain boundaries are ridges and 
at the center of the grains are valleys. 
Since the concentration of copper in a 
diffused alclad coating will progressively 
decrease from the interface to the surface, 
any corrosion of the coating will expose 
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metal that will be anodic to the remaining 
metal beneath it. Consequently, the metal 
at the surface electrochemically protects 
the metal in the diffusion zone and in 
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still longer exposure, the corrosion will 
progress to the core alloy and again spread 
out. In Alclad 24S-T sheet that has been 
rapidly quenched from the heat-treating 


1.0 
930°F 
910°F. 
B50°F 
BO0°F 
00 650°F. 


15 MINUTES 


930°F 


60 MINUTES 


QICF 


0.9 ——_—————— 50 


3.0 


PERCENTAGE BY WEIGHT OF COPPER AT THE SURFACE 
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120 MINUTES 


0.0 


0.00 001 002 0.03 


0.04 0.05 0.06 007 


SHEET THICKNESS IN INCHES 


FIG. 9.—SHOWS EFFECT OF SHEET THICKNESS ON CONCENTRATION OF COPPER AT SURFACE OF 
ALCLAD 24S-T SHEET AFTER THREE DIFFERENT PERIODS OF HEAT-TREATMENT. 


turn the diffusion zone electrochemically 
protects the core alloy. Hence, in Alclad 
24S-T sheet in which diffusion has occurred, 
corrosion will progress, at first, to the 
diffusion zone and spread out rather than 
penetrate into the diffusion zone. Upon 


temperature, corrosion will penetrate to 
the interface but not into the core because 
of the electrochemical protection afforded 
the core by various portions of the 


coating as long as part of the coating 
remains. 
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The greater the extent of diffusion, the 

- more nearly the potential of the coating 
_ will approach that of the core. Moreover, 
since the amount of copper retained in 
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core and coatings of Alclad 24S-T sheet 
0.016 in. thick, heat-treated for several 
periods of time and quenched at several 
different rates. In addition, one series of 


Fic. 10.—APPEARANCE OF HILL AND VALLEY CORROSION ON SURFACE OF PARTIALLY DIFFUSED 
AtcLaD 24S-T SHEET. 
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Fic. 11.—SURFACE OF PARTIALLY DIFFUSED 
EXPOSURE OF 72 HOURS IN STANDARD SODIUM 


ETCH. X 100. 
Note that attack has occurre 


Fig. ro. 

solid solution is affected by the rate of 
quench, it follows that the potential of 
the core also will be affected by the rate 
of quench. In addition, the type of attack 
to which the 24S-T core is susceptible is 
‘determined by the rate of quench. In 
Fig. 12 are shown the potentials of the 
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ALCLAD 24S-T SHEET, 0.020 INCH THICK, AFTER 
CHLORIDE-HYDROGEN PEROXIDE TEST. KELLER’S 


d at the center of the grains, as was shown diagrammatically in 


Alclad 24S-T sheet 0.020 in. thick was 
included for comparison. The slower the 
rate of quench, the greater is the tendency 
toward susceptibility to intergranular at- 
tack. The core of the sheet that was 
quenched in cold water was susceptible to 
pitting attack when the coating was 
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removed before testing, whereas the core 
of the material that was quenched in 
boiling water was susceptible to inter- 
granular attack, and the latter was true 
also for still slower rates of quench. 
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In Fig. 13 the potential difference — 


between coatings and core is plotted 
against the change in tensile strength 
caused by the exposure of 0.016-in. Alclad 
24S-T sheet in the corrosion test. Although 
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Fic. 12.—SHOWS EFFECT OF RATE OF QUENCH AND TIME OF HEAT-TREATMENT AT 920°F. ON POTEN- 
TIAL RELATIONSHIPS BETWEEN COATING AND THE CORE OF ALCLAD 24S-T. 
* All material was 0.016 in. thick, except as noted. 


In order to evaluate the resistance to 
corrosion, the 0.020-in. thick Alclad 24S-T 
materials were exposed in the standard 
sodium chloride-hydrogen peroxide alter- 
nate immersion test. The results of these 
tests are summarized in Table 1. 


the diffusion of copper into the coating 
reduced the potential difference between 
the coating and core, the diffusion has 
not caused an increase in corrosion losses, 


te 


provided the material was quenched in 


cold: water. However, with slower rates 


| 
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of quench the increased diffusion causes avoided if o.o16-in. thick alclad sheet is 
an increase in the corrosion losses. For quenched in boiling water. 


_ TaBLe 1.—Effect of Quenching Rate on the Resistance to Corrosion of Thin-Gauge (0.020- 
Inch) Alclad 24S-T Sheet 


Heat Treatment? Mechanical Properties Solution 


Resistance to 
Potential 


Corrosion’ 


Change in Prop- 
Tensile | Yield | Elonga- erties, Per Cent 
Strength,|Strength,} tion Of Of * 
Lb. per | Lb. per |in 2 In.,| Coating} Core 


Sq. In. | Sq. In. |Per Cent 


Tensile | Elonga- 
Strength} tion 


12 Cold water 63,630 | 39,050 20.0 0.814 0.680 
60 Cold water 64,810 | 40,050 20.5 0.782 0.677 
12 | Boiling water 63,950 | 39.450 20.3 0.800 0.687 
60 | Boiling water| 64,010 | 40,000 20.8 0.775 0.686 
12 Air blast 62,860 | 36,950 10.5 0.817 0.690 
60 Air blast 64,660 | 40,350 20.5 0.784 0.605 
12 Air cool 60,390 | 36,200 19.3 0.814 0.716 
60 Air cool 61,390 | 36,850 19.5 0.783 0.712 


neviagion heat-treated as 8 by 10-in. panels in Homo Furnace at 920°F. Air-blast velocity, 110 ft. per 
secon 


> 48-hour alternate immersion test using sodium chloride-hydrogen peroxide solution. 


Gains 
al 
Nuss. 
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QuENCH 


% CHANGE IN TENSILE STRENGTH 
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POTENTIAL DIFFERENCE - VOLTS 


Fic. 13.—SHOWS CORRELATION OF CHANGES IN MECHANICAL PROPERTIES RESULTING FROM COR- 
ROSION WITH POTENTIAL DIFFERENCES BETWEEN CORE AND COATING. 

' Corrosion tests were made on o.0r6-in, thick Alclad 24S-T sheet by exposure to standard 
sodium chloride-hydrogen peroxide alternate immersion test for 72 hours. 


O12 0.14 


example, periods of heat-treatment of OTHER EFFECTS OF DIFFUSION 

such duration that -the diffusion reduced When appreciable amounts of copper 
the potential difference between the coating diffuse to the surface of the coating of 
and core to less than 0.08 volt should be Alclad 24S-T sheet as a result of pro- 
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longed heat-treatment, the coating will 
tend to become darkened and discolored. 
This does not mean that the product will 
not be serviceable, unless the heat-treating 
practices have been such that the proper 
potential relations between the coating 
and the core are not maintained. From the 
appearance standpoint, however, stained 
and discolored sheet may not match 
adjacent material in structure. 

Another instance where diffusion of 
copper to the surface of the coating may 
be of some significance is in connection 
with the spot welding of Alclad 24S-T 
sheet. One of the important factors in 
connection with spot welding is the cleaning 
of the sheet surface prior to welding. 
Material that has different amounts of 
copper diffused to the surface may not 
respond uniformly to some types of 
cleaning treatment. 


SUMMARY 


From the results that have been obtained 
by the metallographic and solution poten- 
tial methods described in this paper, it is 
evident that very little copper will reach 
the surface of Alclad 24S sheet by diffusion 
when a temperature of 800°F. or lower is 
employed. Thus, any treatments used for 
annealing or aging will not cause a signifi- 
cant amount of diffusion. In Alclad 24S-T 
material heat-treated in the normal tem- 
perature range, 910° to 930°F., considerable 
copper will diffuse to the surface in an 
unduly long heat-treatment for any given 
thickness of material. Amounts of copper 
at the surface of the order of those shown 
will not affect the resistance to corrosion 
of the material if a sufficiently rapid rate 
of quenching is employed. When material 
is quenched under the less rapid conditions 
noted in this paper, the amount of diffusion 


ve 
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to the surface will be important if it) 
changes the potentials to the point where. 
adequate electrochemical protection is 
no longer obtained. It is assumed that 
when Alclad 24S-T is not quenched 
rapidly, the heat-treating conditions will 
be controlled to keep the amount of diffu- 
sion as low as possible and adequate 
protective measures will be taken against | 
the possibility of corrosive action. 
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DISCUSSION | 


H. R. Kine,* Buffalo, N. Y.—What is con- | 
sidered a rapid time for quenching—in seconds? © ) 
What would be considered an ideal time for | 
quenching? Z| 


F. Kecter (author’s reply).—In commercial 
heat-treatment, less than 15 sec. would be con- 
sidered rapid. 


* yee and Alloy Specialties Co., Inc., Buf- 
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Diffusion of Indium in Bearings 


By A. A. Sirs, Jr.,* Memper A.I.M.E. 


(Chicago Meeting, October 1943) 


Tue application of indium to bearings 
was first advocated by C. F. Smart? in 
1938, for the purpose of inhibiting corrosion 
of certain bearing alloys. He found that a 
thin layer of indium plated on the bearing 
surface and subsequently diffused at ele- 
vated temperatures markedly decreased the 
rate of corrosion in lubricating oils contain- 
ing organic acids. Most of his work was 
done on cadmium-base alloys, although he 


_-showed that the treatment was also effec- 


tive for coppér-lead and other alloys. Since 
their introduction, indium-treated bearings 
have found corsiderable use, particularly 
in connection with airplane motors.? 
Undoubtedly the effectiveness of the 
indium plate in resisting corrosion depends 
upon its relative concentration on the 
bearing surface after the diffusion treat- 
ment and after prolonged use at operating 
temperatures. Some diffusion experiments 
were made on a number of base metals 
that had been indium plated, to determine 
the depth of penetration after heating for 
reasonably long periods of time. As only 
the practical aspects were desired, no 


- attempt was made to determine actual 


diffusion constants. 
METHOD 


Two different series of experiments were 
carried out to study the diffusion of indium 


Presented as part of the Symposium on 
Practical Aspects of Diffusion. Manuscript 
received at the office of the Institute July 22, 
1943. Issued as T.P. 1640 in METALS TECH- 


* Central Research abocuary, American 
Smelting and Refining Co., Barber, New Jersey. 
1 References are at the end of the paper. 


into several base metals. Cast cylinders 
about one-inch diameter were machined to 
0.750-in. diameter, so as to remove all sur- 
face imperfections, and final finishing was 
done with oo sandpaper. The original 
diameters were very carefully measured 
with micrometers and then a layer of 
indium was electrolytically deposited on 
the cylinders from a sulphate bath.* 

In the first series of experiments, about 
0.002 in. of indium was deposited and 
diffusion was carried out at 150°C. for a 
period of 500 hr. in a thermostatically con- 
trolled electric oven. After the diffusion 
period, successive layers were machined 
from the specimens and analyzed spectro- 
graphically and chemically—the spectro- 
graphic examination serving as a guide to 
determine which layers should be chem~- 
ically analyzed. 

Apparently there was some surface 
oxidation of the indium plate due to the 
long heat-treatment, which may have had 
some effect on the diffusion. Also, the 
cadmium alloy showed some incipient 
melting, which probably was caused by 
the formation of a low-melting eutectic. 
To eliminate these factors, another series 
of experiments was carried out by heating 
in an electrically heated, automatically 
controlled, oil bath at lower temperature. 
The preparation of the specimens was the 
same as before except that a layer of indium 
0.0001 in. thick, an amount commonly used 
commercially on bearings, was deposited 
on each of the cylinders. Diffusion was 
carried out at 120°C. for a period of 200 
hours. 
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DATA 


Table 1 lists the various alloys and the 
exact thickness of the indium plate, this 
thickness being the average computed from 
weight and area measurements. 


TABLE 1.—Thickness of Indium Plate 


i 


Thick. oe 
ness 0 eries 
No. Alloy Plate, No. 
In. 
1 | Refined lead (99.99) 0.00197 I 
2 | Cadmium + 1.3 Ni 0.00220 I 
3 | Oxygen-free copper 0.00242 I 
4 | Sterling silver 0.00212 I 
5 | Refined lead (99.99) 0.000II 2 
6 | Cadmium + 1.3 Ni 0.000097 2 
q. | 12.5.Sb, 3.0 As, Sees bal. 
Pb 0.0001 2 
8 | Oxygen-free copper 0.00008 2 
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In Figs. -1 to 8 are plotted the percentage 
of indium versus the distance from the 
original surface of the sample; i.e., the 
interface between the indium and the base 
metal being the zero abscissa. The length 
of the horizontal line indicates the thickness 


of the analyzed layers. To the left of the 


interface, the shaded area represents the 
original indium plate. (In Figs. 5 to 8 
the shaded areas are not to scale because of 
the extreme thinness of the indium plate.) 


DISCUSSION OF RESULTS 


The location of the original interface 
between the two metal layers is difficult 
to determine in diffusion experiments 
because of possible dimensional changes 
‘and errors in measurement. It is probable 
that such errors are found in the present 
work, although it is felt that they are not 
serious from the practical point of view. 

In series 1, calculation of the amount 
of indium present after the diffusion treat- 
ment indicates that some indium was lost 
through oxidation, or, in the case of cad- 
mium, run off by melting. This did not 
occur in series 2, as the indium can be 
accounted for within the accuracy of 
measurement and analysis. 

_In both series of experiments the depth 
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of diffusion of indium is greatest in the | 
cadmium alloy, followed by the lead alloys. 
With copper and sterling silver the depth of 
penetration of indium was relatively slight, 
the concentration approaching zero at 
only a few thousandths of an inch from the | 
interface. 

The constitutional diagrams for copper-*) 
indium,’ silver-indium,® and lead-indium®” | 
indicate a large solid solubility of indium, 
the solid solubility of indium in cadmium 
has not been determined’ but undoubtedly | 
there is an appreciable amount, as indicated — 
by the diffusion experiments. - | 

Because of the limited number of diffu- 
sion data and the lack of precise solid 
solubility limits in indium alloys, the cal- | 
culation of diffusion constants appears 
questionable and of little value. 

In all cases the concentration of indium 
at the surface remains relatively high even 
after the more drastic diffusion experi- 
ments. Smart! has indicated that even as 
low as 0.37 per cent indium alloyed with 
cadmium-bearing metals will markedly | 
decrease the rate of corrosion in acidified 
lubricating oils. If that is true, these data 
indicate that extremely long times would 
be necessary before diffusion would’ pro- | 
gress to such an extent that the indium 
content at the surface would be below this © 
amount, assuming that the weight of 
indium is less than 0.4 per cent of the 
weight of the base metal. 
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DISCUSSION 


C. F. Smart,* Pontiac, Mich.—It is very 
gratifying that the author’s data on the diffu- 
sion of indium in cadmium alloy and in lead 
bear out the results of indium treatment of 
bearings containing these metals. 

A word of caution, however, may be in order 
—experience has indicated that dependence 
for corrosion resistance should not be placed 
on relatively high indium concentration re- 
maining in the surface layers. This is somewhat 
contrary to the author’s conclusion as stated in 
the final paragraph of his paper. At first 
thought this may appear confusing, but exam- 
ination of the differences between bearing 
practice and the author’s work offers an 
explanation. 

Our investigation of the effectiveness of 
indium for preventing the corrosion of cad- 
mium alloy and lead first dealt with ingots cast 
from melts to which known amounts of indium 


had been added. Tests on specimens from such 


ingots indicated that, to obtain satisfactory 
resistance to corrosion in the presence of 
corroding lubricants, approximately 0.4 per 
cent of indium in the cadmium alloy, and 
approximately 4.0 per cent of indium in the 
lead, was desirable. 

In the first attempts at electroplating indium 
and diffusing it into cadmium-alloy bearings, 
the assumption was made that the diffusion 
rate would be such that the indium could be 
concentrated in the surface layers; and, in 
accordance with this assumption, only enough 
indium to protect the surface layers was ap- 
plied. These bearings, however, corroded badly 
when run with corrosive lubricant under engine 
operating conditions. It was only after a suffi- 
cient quantity of indium had been deposited on 
the surface of the bearings to provide for an 
average indium content of the bearing alloy 
near to the 0.4 per cent point that suitable 
corrosion resistance was obtained. Bearings into 
which this amount of indium had been diffused 
were sectioned and the complete depth of alloy 
exposed to corrosive media, with no resultant 
evidence of corrosion on the cut surfaces. 
(More detailed data along similar lines were 
presented in the paper to which the author 
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refers.) Results such as these very strongly 
indicate that the diffusion of indium was com- 
plete throughout the cadmium alloy and that 
to a considerable degree homogenization had 
taken place. 

One possible explanation of the apparent 
difference in diffusion characteristics lies in the 
thicknesses of metal treated. The author’s 
work was done on bars of 0.375-in. radius, 
which represents the thickness to which the 
indium would have had to diffuse before 
homogenization could begin. In contrast with 
this, the thickness of bearing metal of the 
bearings treated was on the order of 0.010 in. 
Assuming that the time required for total 
diffusion was some exponential function of the 
metal thickness, it should not be difficult to 
appreciate the variance that appears to occur 
between diffusion on thick and on thin metal. 
Another possible source of variance is in the 
amount of indium diffused—in contrast to 
0.4 per cent average indium in diffused bear- 
ings, Fig. 2 shows an average indium content 
of approximately 6.5 per. cent in the 0.020 
thickness of cadmium alloy as checked by the 
author. 


G. J. LeBrassE,* Detroit, Mich.—The pres- © 
entation of data relative to the diffusion of 
indium in bearings is of great practical impor- 
tance at this time. The fact that the diffusion 
was greatest into the cadmium alloy is very 
interesting, because of the susceptibility of 
cadmium-base bearings to corrosion under cer- 
tain operating conditions. 

Our laboratory has obtained some interesting 
results on the diffusion of indium into several 
cadmium-silver alloys. The diffusion was 
accomplished at 350°F. for 2 hr. It was found 
that a good way to determine the effectiveness 
of diffusion was to section diffused bars diagon- 
ally and suspend them in an oil acidified with 
oleic acid, for several hours, at 325°F. These 
tests offered a quantitative means of deter- 
mining the effectiveness of ‘diffusion. It ‘was 
found that minor impurities, as well as the 
major alloying constituents, had a marked 
effect on the depth of diffusion. Such data are of 
great importance in bearing applications where 
o.020-in. diffusion 1s necessary to afford the 
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proper corrosion resistance after the bearings 
are line-reamed in place by the customer. 

A. A. Sirx,* Jr. (author’s reply).—In 
studying diffusion, it does not make much 
- difference how thick a sample is used, although 

it is preferable to have it thick enough so that 
zero concentration is reached before the speci- 
men is completely machined. In diffusing 
indium into a bearing, it is very improbable 
that a homogeneous alloy is produced with the 
relatively short diffusion times that normally 
are used. 


DIFFUSION OF INDIUM IN BEARINGS 


The data in the author’s paper indicate that 
a large concentration gradient still exists even 
with the longest time of diffusion and it is 
likely that a similar gradient exists in a bearing 
liner. The method used by Mr. LeBrasse in 
determining the effectiveness of diffusion is of 
considerable practical importance, although 
it is doubtful whether the method would give 


quantitative values for rates of diffusion. The 


effect of various impurities in alloying elements 
on the rate of diffusion has been pointed out by 
a number of investigators and it is not sur- 
prising that these factors are important in the 
diffusion of indium into cadmium alloys. 
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Diffusion in Chromizing 


By I. R. Kramer,* Member A.I.M.E, 
(Chicago Meeting, October 1943) 


[The final paper in the diffusion symposium 
was given by I. R. Kramer. The author called 
attention to the diffusion characteristics of 
chromium deposited on the surface of steel 
by treatment with chromium chloride and 
alloyed with the surface layer of the steel by 
thermal treatment. As the data cited were 
previously published in the paper ** Chromizing 
of Steel,” by I. R. Kramer and Robert 13 
Hafner (Metats TECHNOLOGY, October 1942, 
and in the TRANSACTIONS, volume 154, 1943, 
pages 415-420), it is unnecessary to reproduce 
these data here. The following paragraphs 
are taken from the author’s presentation.— 
Epitor.] 


Asrpe from the well-known practical 
application of the diffusion phenomena to 


carburizing and calorizing, diffusion also - 


finds application in adding alloying ele- 
ments to the surfaces of steel parts. The 
chromizing of steels is a process by which 
the surface of a low-alloy steel may be 
enriched with chromium to form a highly 
corrosion-resistant case. This chromized 
case differs from an electroplated coat in 
that it is a diffused layer integral with the 
base metal and has all of the properties of 
a high-chromium steel. 


Recently a method of chromizing has 


been developed in Germany by Daeves, 
Becker and Steinberg in which gaseous 
chromium chloride and hydrogen are 
passed over the steel at temperatures of 
1650° to 1800°F. The chromium chloride 
reacts with the iron to give chromium 
and iron chloride. The chromium atoms 
are deposited on the surface and diffuse 
in as the iron atoms diffuse out, forming 
a layer rich in chromium. The principal 
role of hydrogen is to remove the carbon 
from the surface of the steel. Of the 
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ment. . 
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Washington, D. C. 


two mechanisms, chemical reaction and 
diffusion, the one operating at the slower 
rate will determine the rate of formation 
of the layer. In this case, diffusiun is slower 
and therefore any factors influencing its 
rate will affect the process. 

The rate of diffusion is influenced by the 
temperature and crystal structure of the 
parent metal. Depth-concentration studies 
show that the concentration falls off gradu- 
ally for a considerable distance and then 
drops sharply at about 13 per cent chro- 
mium, the point coincident with the 
boundary of the gamma loop. 

The influence of the composition of the 
base metal upon diffusion is quite impor- 
tant. The depth of penetration of. the 
chromium decreases as the carbon content 
increases and, of more importance, the 
chromized layer becomes brittle and is 
likely to spall if the carbon content is too 
high. It appears that in order to chromize 
successfully the carbon must be fixed by 
strong carbide-forming elements such as 
chromium or molybdenum, which de- 
crease the diffusion of carbon. If this is 
not done, the carbon will diffuse from 
the interior faster than the chromium can 
diffuse inward, thus forming a carbide 
barrier. 

The corrosion resistance of the chromized 
layer is high, and these steels offer some 
unique advantages over other corrosion- 
resisting coating or alloys. While chromiz- 
ing is not meant to replace stainless steels, 
it may serve in the saving of alloying ele- 
ments. The chromizing process uses soft or 
low alloyed steels that can be easily hot or 
cold formed and since the chromized layer 
is soft and firmly adherent, chromized 
parts can be subjected to cold deformation 
without spalling or chipping and without 
loss of corrosion resistance. 
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